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PEEFACE TO THE THIRD EDITION. 


As was pointed out in the Preface to the First Edition, it has 
been found necessary to divide the present work into two volumes, 
of which this volume is the second. It will be found to cover the 
necessary grOfind dealing with the isolated constituents of essential 
oils and the principal synthetic perfume materials. The analysis 
of essential oils is also dealt with itT this volume, and a shorl 
supplementajy chapter is added with a view to bringing it as nearly 
up to date as possible. 

I have to acknowledge my indebtedness to the Editor of the 
Perfinnery and Essential Oil Record for permission to reproduce 
much useful information, and also to my friend M. Charabot, 
whose valuable work largely forms the basis of Chapter I. of-the 
present volume. I am indebted to Mr. C. T. Bennett, B.Sc. 
F.I.C., for revising the section on the Determination of Alcohols 
and Esters, and to Mr. W. S. Simmons, B.Sc., F.C.S., for revising the 
section dealing with the Determination of Aldehydes and Ketones, 
I have to acknowledge my thanks to Dr. Kremers for much 
friendly cfiticism, and for supplying me with reprints of several 
papers issued from the Chemical Department of the University of 
Wisconsin, but which previously escaped my notice. 

ERNEST J. PARRY. 

SCa Gbicai Doveu Stiueet, 

• London, S.F,. 1 , Maij, 1919 . 
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(;hapteb I. 

THE ESSENTIAL Oil- IN THE PLANT. 

An absolutely scientific definition of the term essential or rolalile. oils is 
hardly jiossible, but for all practical pin-poses they may be defined as 
odoriferous bodies of an oily nature obtained almost exclusively from 
veRetable sources, Renerally liquid (sometimes semi-solid or solid) at 
ordinal-}' temperatures, and volatile without decomposition. This detini- 
tiipi must be adfcepted witliin the ordinary limitations which are laid 
down by thetfommon acceptation of the words, which will rnahe them¬ 
selves apparent in the sequel, and show that up more restricted definition 
is either advantageous or possible. Many essential oils, for example, 
are partially decomposed when distilled hy themselves, and some even 
when steam distilled. 

The volatile oils occur in the most varied parts of the plant anatomy, 
in some oases being found throughout the various organs, in othei-s 
being restricted to one special portion of the plant. Thus in the conifers, 
of which the pine is a type, much volatile oil is found in most parts of 
the tree; whereas in the rose, the oil is confined to the flower; in.the 
cinnamon, to the bark and the leaves, with a little in the root; in the 
orange family, chiefly to the flowers and the peel of the fruit; and in the 
nutmeg, to the fruit. The functions of these Iwdies in the plant economy 
iire by no means well understood. Whilst it is easy to understand that 
a fi-agrant odour in the unfertilised flower may be of great value in 
-attracting the insects with the fecundating pollen, this can have no 
bearing on the occurrence of odorous liodies in, say, the bark or internal 
tissues, except in so far as the presence of essential oil in one part of the 
plant is inciflqptal to, and necessary for, its development, and transference 
to the spot at which it can exercise its real functions. There may also 
be a certain protective value in the essential oils, especially against the 
attacks of insects. At present one is compelled to class the majority of 
the essential Oils as, in general, belonging to the by-products of the 
metabolic processes of cell life, such as are many of the alkaloids, 
colouring matters, and tannins; with, possibly, in certain cases, ex¬ 
cretionary functions. Some are undoubtedly the results of patMogical 
processes. The structures of the plant which carry the secreted oils 
occur in the fibro-vascular as well as in the fundamental tissues. De- 
pftident on their mode of origin, the receptacles may be either closwl 
cells containing nothing other than the matter secreted, ar they may be 
vascular structures which have their origin in the gi-adual absorption of 
adjacent cell walls, and the consequent fusion of numerous cells into 
one Vessel; or, again, they may be intercellular spaces, large cavities 
formed in two distinct ways, (1) by tl\e decomposition of a numb%r of 
adjacent cells, leaving a cavity in their place, whose origin is thus lysigen- 
aus, (2) by the separation of adjacent cell walls without injury to the 
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cells themselves, thus leaving a space for the secretion, whose origin Is 
schisoijcmics. Sometimes the oils contain a non-volatile resin in solution, 
forming an oleoresin. For example, isolated cells containing an oleoresin 
are found in some of the Laurineai, Zingiberaceai, and Coniferae, and 
intercellular spaces (the so-called (jlands) in some of the UmbelliferiB 
and Conifera'. 

■TThere are, of course, numerous other functions which the essential oils 
possess, but in regard to which any views must necessarily be of a highly 
speculative nature. For example, Tyndall has suggested that, espboially 
n hero secretion (or excretion) takes place near the surface of an organ. 



Fiii. 1. 


In tlic above diagram .V repmieuts au nil cavity below the upper enrface of tUe leaf 
of Ikctamnm FioxinrUo (x 3-JO), li cepresente the same iu an early stage, and 
shows the mother cells of the cavity boterc their ahsorption (lysigeiioue), G is 
an early and D a later stage of the formation of a resin passage in the young 
stem of the Ivy (Bniern Jlelh-) (x 800). In both cases ij shows the separating 
cell (schizogenons). 

the essential oil luts a function which legulates the rate of transpiration. 
Moistufe which is saturated with essential oil has a different heat con¬ 
ductivity from that of moisture alone, so that a plant which gives of 
much perfume may be protected, during the day, from too great traps 
piiation, and, during the night, from too great reduction of temperature. 
The high' rate of consumption of essential oil during fecundation points, 
too, to a distinct nutritive value, possibly due to easy assimilation owing 
to its chemical constitution, of the essential oil. 

The study of the essential oils in sUh have hitherto been compara¬ 
tively restricted, and although much work has been done on a few! oils, 
the results obtained, valuable as they are, must lie regarded as of a pre- 
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liniinary nature, indicating possibilities of great interest as research 
develops. 

Prom a purely practical point of view, the principal problem which 
requires solutiqp—and which is gradually becoming more understood— 
is the determination of the external conditions which will enable the 
grower and distiller to produce the best results, both qualitatively and 
quantitatively, in regard to any given essential oil. 

This problem involves consideration as to the effect of external con¬ 
ditions such as light, heat, moisture, altitude, manuring and other 
cultural matters, and as is obvious, such considerations may, and do, vary 
greatly with different plants. Such considerations are to some extent 
within the scope of the knowledge and skill of the well-trained farmer 
and the careful distiller. But there are other consideiatious of a much 
more abstruse character to lie taken into account, and here only the 
chemist can undertake the necessary investigations. The questions which 
present themselves for solution are, broadly, some such as the following:— 
, Where and*in what form does the essential oil have its origin? 
What alterations does it undergo during the life history of the plant? 
How does it find its way from one part of tl;e plant to another? How 
can external conditions be controlled so as to vary the character of the 
essential oil at the will of the cultivator? 

These, and similar questions are all-important, if the production of 
essential oils is to be placed on a really scientific basis. 

The questions raised in the foregoing paragraphs will be examined 
briefly, and in principle only, as the detailed account of many of the 
researches which apply to one jdant only, would l)e outside the scope of 
this work. 

At the outset, attention may he drawn to the fact that the greater 
part of our knowledge of the development of the essential oil in the plant 
tissue, is due to the painstaking researches of Charabot and his pupils. 
And a very considerable amount of the information included in this 
chapter is acknowledged to this source. 

ErOm the practical point of view, the principal variation of environ¬ 
ment which is definitely under the control of the cultivator, is, of course, 
the alteration in the composition of the soil, which is brought al)out 
by scientific panuring. The analysis of fruits and vegetables will give 
the ordinary agriculturist much information as to the necessary mineral 
ingiedients to be added to the soil; but in the case of essential oils, 
the conditions are entirely different. The various parts of the plant 
tissue are affeflted in different ways by the same mineral salts, and suc¬ 
cessful development of the fruit oi' any other given part of the plant may 
have Jittle or no relationsliip with the quantity or quality of essential oil 
produced. So that it is only by actual distillations of the plant, or 
portion of the plant, coupled with an exhaustive examination of the 
^essential oil, that informative results can be obtained. 

• The principles underlying this question are, mutaiis mutandk, identical 
for all cases, so that as a typical illustration the case of the peppermint 
plant may be selected, as this has been worked on by several independent 
investigatoss very exhaustively. 

Charabot and Hubert ’ carried out an elaborate series of experiments 
on a field containing 29 rows of peppqrmint plants, each about 5 yards 
in length. The normal soil of the field had the following composition:— 

' Itoure-Bertrand Fils, DiUlttin, April, 1902, 5- 
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Pebbles.2S0 per millo. 

Pine soil, dry. 750 ,, 

Nitrogen (ports per 1000 in the dry fine soil) . . 1‘41 „ 

Lime (expressed ns OoO per lOOO in the dry fine soil) 309'4S „ 

Phosphoric acid (expressed as PjO, per IWX) in the , 

dry fine soil).2-§2 „ 

Potash (expressed as KjO per 1000 in tho dry fine 

soil).1-74 

A nuinlM!!' of the plants were watei wl with a solution of 500 grams 
of sodium chloride in 20 litres of water, and a nuniher with a similar 
(piantity of sodium nitrate. These salts were administered on 2.3 May, 
and the following observations were made on the dates specified, on the 
essential oils obtained under the usual conditions, from the plants 
normally cultivated, and then treated with the salts almve mentioned:— 


I’laiilti Ciil on 21 July. 




i 

' Nonniil. 

• 1 

Siiihiiiii < 'liloriiie. 

1 

i Sofhum Nifruti* 

optical rotation . 

• 

' - HH' 

(r 

- 0^ 10’ 

Menthyl ORterK . 


J 2*0 per (tent. 

I2’8 per cent. 

1 per cent. 

I'fltal menthol . 


' 88-2 

38-2 „ 

1 8B-7 „ 

Menthone . 


H-2 „ 

iO 

1 i;-o 


Cut oil 20 Aiiijmt {Oreen Pails onlii). 


tionthyl esters . . . . | 3.1'3 per cent. | per cent. | 39-2 per roul. 


Plants (’lit on 10 Setiii iiibei (nfler Fall of Petals). 


(.Iptioa! rotation . 
Menthyl esters . 
Total menthol . 
Menthone . 


_ O ' iiu' j _ ir IS' , - 2'- 30' 

. 27-0 per cent. ! 30’1 percent. 1 28’9 per cent. 

. ' 47-0 „ i 48-1 „ : 4,7'R 

. 2'fl „ ' M „ ' 2-.7 

j . I 


The oil distilled from plants normally cultivated, which were cut on 
18 July, that is six days before the earliest of the above experiments, 
gave the following results• 

Optical rotation.- S'' .30' 

Menthyl estcis.8'8 per cent. 

Total menthol.41-J „ „ 

Mentlionc.„ „ 

The facts established by these experiments arc that both sodium 
chloride and sodium nitrate favour esterification but impede the forma¬ 
tion of menthone. . '' 

These facts, However, cannot be correctly studied without taking 
into account a considerable amount of collateral matter. For example, 
whilst the actual percentage of esters in the essential oils is increased 
by the use of )iodium chloride, this salt has an inhibiting action on the 
vegetation generally, so that the actual weight of menthyl esters per 
acre is less than when no sodium chloride is used, rvhilst tjie reverse is 
true when sodium nitrate is used. 

A very elaborate investigation on the subject lias recently been 
carried out by Gustav Mosler,* 

' Phariii. Post, 1912 , i.‘2. 
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Eight different cultivations were oarriotl out under the following 
. conditions:— 

1. Without any manure. 

2. With farmyard manure. 

3. With sodium nitrate. 

4. With sodium nitrate and farmyard manure. 

5. With sodium nitrate and calcium superphosphate. 

6., With sodium nitrate, calcium supei'phosphate, and farmyard 
manure. 

7. With sodium nitrate, calcium superphosphate, and potash salts. 

8. With sodium nitrate, calcium superphosphate, potash salts, and 
farmyard manure. 

The following are the details of yield of plants and essential oil, with 
the market values of the product, all being calculated on the same basis;— 



• 

IVr Hepturt'. 




• 

Ih'icfl I’laiit.N in 
Kiltr;. 

JVi ('flit , Oil 

Waiglitot Oiliii j 
» • Kilos, 

i 

Value. 


1 

_ 

1300 

0-77 

10-01 1 

1500 


0 

2000 

0-8H 

lfi-40 

R20 


H 

1800 

0-74 

1S-7<1 

•J3S 


4 

2820 

0-81 

22-H4 i 

1142 


r> 

1040 

0-73 

14-10 

TOR 


(i 

2320 

0-84 

l!l-!)4 

974 


7 

2200 

0-72 

LO-Sl 1 

792 


8 

3U0 

0-05 

2U-.SS j 

1491 • 



The essential oils, distilled from the plants cut in September had the 
following characters:— 




u 

3. 

4. 

5. 

6. 

7. 

8. 

Per ueut. on di*y 
herb . • 

0-87 

0-93 

0-83 

0-91 

0-83 

0-95 

0-83 

1-08 

Specific gmvifcy . 

0-908H 

0-9092 

0-9105 

0-9090 

0-9100 

0-9087 

0-9111 

0-90t 

Optical rotation . 

-29-67" 

-29-22" 

-60-2,5° 

-80-44° 

-31-78° 

-.30-41'> 

-32-05'’ 

-30-2f 

Acid number 

0-77 

0-51 

0-78 

0-46 

6-58 

0-50 

0-52 

0-37 

Ester „ •. 

P 87-47 

83-49 

41-13 

43-32 

44-14 

32-28 

45-52 

86-76 

Menthyl esters . 

' 10-73 

9-33 

11-74 

12-07 

12-30 

9-27 

12-58 

10-24 

Ester number of 
acetyl^tod oil . 

:i96-05 

187-75 

197-04 

195-24 

189-36 

194-07 

192-70 

197-65 

Free menthol 

: .70-18 

48-59 

48-82 

47-76 

45-89 

30-93 

40j08 

60-97 

Total „ 

' 60-86 

57-92 

60-.56 

59-83 

57-69 

•60-20 

58-66 

61-21 

Menthone . 

' 3-52 

6-11 

0-89 

2-94 

4-01 

1-37 

3-75 

2-14 

•• _ 



... 







It will be noted that the experiments with sodium nifaute confirm the 
results of Charabot and Hdbert, both as regards the increase in menthyl 
cstgre and the decrease in menthone in the essential oil. 

The influence of sunlight on vegetable growth, and the results of 
etiolation are, of course, well known tp botanical students. Thertf is no 
room for doubt that the production and evolution of the odour-bearing 
constituents of a plant lire in direct relationship with the chlorophyll 
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and its functions, and that therefore the question of sunlight has a very 
great effect on the character of the essential oil. 

In the case of sweet basil, Ocimum hanlicnm, Charabot and Hubert ‘ 
have examined the essential oils distilled from plants which had been 
cultivated in full light and from those kept shaded from the light. In 
the former case the oil contained 57'3 per cent, of estragol and 42'7 per 
cent, of teipene compounds, whilst in the case of the shaded plants the 
estragol had risen to 74'2 per cent, and the tei’pene compounds {ell to 
25'8 per cent. 

A more elaborate investigation on the influence of light was carried 
out in the case of pepiwmint plants.’* The plants were put out at the 
commencement of May, 1903, and on 10 May a certain area of the field was 
completely protected from the sun’s rays. Many of the plants so shaded 
ilied, and in no cast) did flowering take place. The essential oils were 
distilled on (i August, the control plants being deprived of their flowers, 
so as to make them strictly comparabli' with the shaded plants. The 
yield of essential oil was 0'629 per cent, on the dried normal plants but 
only 0-32 per cent, on the shaded plants. The essential oil of the normal 
plants contained 18-1 per.cenj. of menthyl esters, as against 17'3 ])er 
cent, in the oil from the shaded plants. The flowers of the noi mal plants 
were distilled sepaiately and yielded 1'815 per cent, on the dried material. 
It is therefore clear that the restriction of light considerably reduces the 
proportion of essential oil contained in the plant. This point will become 
more obvious when the importance of the leaf and its contained chloro¬ 
phyll is examined. 

The effect of altitude on the composition of essential oils has, jxii'- 
hap?, been somewhat exaggerated, since in reality the factors concerned 
are in the main the sum of the effects of moisture and light, with some 
slight influence of temperature and varifieation of the atmosphere. 
Gastin Bonnier, in his published works, has shown that the effect ol 
moisture and drought has an equally important effect on plants with that 
of sunlight and shade. Little experimental work has been carried out in 
regard to the effect of moisture during cultivation on the essential oils, 
but there seems no reason to doubt that it is very considerable. As an 
example one may quote the case of the essential oil distilled from the 
plants of Lavandula rera. When this plant is gi'own at comparatively 
high altitudes in the South-East of France and on the Italian frontier it 
yields an essential oil which contains from 25 to 55 per cent of linalyl 
acetate and no cineol. If the same plants grown in England are 
distilled, the essential oil contains from 6 to 11 per cent, of linblyl acetate 
and an appreciable amount of cineol. There are, no doubt, many causes 
which contiibutc to this great difference between the essentia] oih 
distilled,.from lavender plants grown in' different districts, but there 
appeal's to be little doubt that the comparative moisture of the sor 
in England, and the dryness of the mountainous regions of France k 
which the lavender plant flourishes, are the dominating factor. Indeed 
Charabot has e«amined an oil distilled from French plants cultivatec 
near Pam and found it to contain only 10'2 per cent, of esters, thru 
approximating in chai'acter to English lavender oil. • 

The above considerations indicate the gieat importance of expert 
menial studies on the influence .of extenially controlled conditions, ir 

' Charabot and Hdbert, 2, 1905, xxxjii. S84. 

•Rouro-Betrand Kls, Bulletin, April, 1904, 9- 
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regard to individual plants, with a view to obtaining from them the 
greatest amount of essential oil w'hich shall have the characters which 
are particularly required. It is probable that there is a good deal of 
unpublished wqrk in this direction, which has been undertaken, but 
which has been kept secret from commercial motives. 

There are many cases in which the action of parasites produces 
great changes in the anatomical stnictiii'e of the plant, which changes 
are uqpally reflected in the chai-acter of the essential oils. Molliaifl has 
made a careful examination of the effect of the parasite Eriophyeis 
nientha on the peppermint plant. The presence of this parasite causes 
a practically complete suppression of flowem, the branches which, 
normally terminated by inflorescences, become luxurious in growth with 
innumerable branching, but without flowers. Distinct changes in the 
nervation are also observable, and various other structural changes aro 
to be noticed, all of which pr-ofonndly rrrodify the general character 
of the plarrt. The essential oil from these sterile peppermirrt plants is 
more abundant fhan itt the case of normal plants, birt it contains only 
traces of menthont-, and trtuch more of the merrthol is in the combined 
form, as esters. Errrther, the mixture of esiterifyiug acids is richer in 
the case of the trortual oil, in valerianic acid, than itt the case of the oil 
from the sterile plants. 

The essentirrl oil may !»> secreted in ttttmerous organs, such as ceils, 
baits, vessels, etc., and nray rest stored in the placr! of secretion; or 
may b(i secreted from the cells in which it is prorluced into oi'gans ex¬ 
ternal to these cells. .As pointed out previously, the cattals or vessels in 
which essential oils ate formed to a considerable extent ate usually 
termed schixogetrons or lysigenous, according to tberr ntode of origin. 
Many such vessels are schixogettous itt the irreeption, but are enlarged 
by a later absoiptiorr of cell walls. They are therr ktiowtt as schizolysi- 
genous. The mechanism of the actual secretion is by no raeatrs well 
understood, attd most views ott the subject must be regarded as within 
the realms of undenronstrated the.ories. Art ingenious explanation of the 
process of secretion has beett advanced by Tschiteh.* He considers that 
the external portiorrs of the membranes of the cells which border on the 
vessel become mucilaginous, attd form the first products of the trans¬ 
formation of.the cell substarree irrto the essential oil, which then apireara 
in the vessel in the form of tiny drops of oil. This cotrversion into 
mucilaginous matter proceeds rapidly until the fully developed vessel is 
completely surrounded by the secreting cells, whose membranes, on the 
side bordering on the vessel, is jellified in its external portion forming a 
mucilaginous layer—the outer layer of which Tschirch terms the resino- 
genops layer (ItesiiU'geneschichl). This resinogenous layer is separated 
from the cavity of the vessel by a cuticle commoit to all the cells form¬ 
ing the walls. * 

, The essential oil is formed throughout the r-esinogenous layer, 
^ence it passes into the vessel, the miirute particles uniting to form 
small oil drops. Accoixling to Tschirch, the essential oil Js first produced 
in the inner portions of the resinogenous layer, and has not diffused 
through the actual cell membraire as essential oil, but in the form of an 
intermediate product, the actual genesis of the oil as such being in the 
resinogenous layer. , 


' Publislicd works, pauiiit. 
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There is, however, a considerable weight of opinion that the essential 
oil passes through membrane of the cell in which it is secreted. There • 
is, so far as the author can see, no substantial evidence of the existence 
of Tschirch’s resinogeuous layer, and there is no doubt that the theo¬ 
retical need for its existence as assumed by Tschirch is based on a mis¬ 
conception. Tschirch claims that it is not probable that resins and ' 
essential oils can dilTusc through membranes saturated with water. But 
he leaves out of consideration the fact that all essential oils aie slightly 
soluble in water, and that diffusion in very dilute aqueous solution is 
obviously )X)ssible and even very probable. On the whole, there does 
not appear to be much theoretical reason for, nor experimental evidence 
of, the existence of the rosinogenous layer. 

An interesting contribution to this question has recently Ix'en made 
by 0. Tumnann ’ entitled “ Contribution to th(j knowledge of the cuticular 
glands," because, some volatile oils ow(! their existence to these glands. 
The author discusses the formation of secretions, and^ concludes that 
there is a correspondence between the formation of secretions in the 
vegetable kingdom and the same process in the glandular tissues of the 
human skin, that is to say, tlje sebaceous glands and gland surfaces. 
The S(!oreted matter is only found outside the glandular cells, as it is 
divided from the plasma of the cells by a wall of cellulose which is 
always visible. The fiist investigator who suggested the resin-secreting 
layer was Tschirch, who gave, as above stated, to this part of the mem¬ 
brane the name of “ resinogenous layer The determination of this 
layer in the glands of the skin is easier when the material worked u])on 
has been soaked for one or two months in concentrated aqueous solution 
of aqetate of ooppei', w Inch hardens it. If fresh material is emjiloyed, 
the modus operatdi, according to Tunniann, should be as follows: 
Delicate horizontal cuts should he made, so that the glands may be in¬ 
spected from alxjve, or in diagonal section. Next add an aqueous solu¬ 
tion of chloral hjdrate (10, 20, 30, or 40 jku- cent.). If the layer should 
not yet l>e visible the strength of the solution should l)e increased by 
degrees until the major part of the resin has been dissolvisl. Now 
exert with the finger a gentle pressure upon the side of the covering 
glass. This will burst the cuticle and push it aside, w'hile, the i-esin- 
ogenous layer will be placed either upon the top of the cells, or, separ¬ 
ated from the latter, at the side of the gland-hearl. It is not necessary 
that all the resin should be dissolved. Staining with diluted tincture of 
alkanet will show the residual resin, leaving the resinogeqous layer un- 
colourcd. 

By the aid of the processes descrilied Tunmann claims to have 
discovei-ed the resinogenous .layer in all the plants examined by .him. 
In the pourse of his investigations he was able to determine various 
tjqrical forms of the la)'er. These he divides into three principal types: 
the rod-type (Viola Fraxinus, Almts), the vaouola-tj'pe (Sakia, Hyssopuiil, 
and the mesh or grille-type (Rhododendron, Azalea). 

The cuticle of the glands of the skin is partly enlarged by stretching, 
partly by suteequent development. Its principal purpose is unquestion¬ 
ably to prevent a too rapid exudation or loss of the secretions. In .the 
case of all the peraistent glands of the Labiaia, Pelargonia, ConiposiUe, 
etc., tdl of which possess a strong cuticle, a continuous volatilisation of 
essential oil takes place throughout the whole life of the plant. In the 

^Beriehle deutscli. pharm. Ges„ 18 (liWS), 491: from Scliinunel’s Report. 
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course of this piooeas the chemical composition of the essential oil must 

• of course undergo some modification, but it does not reach a demon¬ 
strable process of resinification, tecause new volatile portions are con¬ 
tinuously being»formed. Only in autumn, when the period of growth is 
reaching its end, this formation of volatile constituents ceases, and the 

* remainder of the oil rcsinifies. Thus it is that autumnal leaves are 
found to contain in lieu of the usual, almost colourless, highly refractory 
essential oil, a dark yellow, partly crystalline, partly amotphous, some¬ 
what si)aringly soluble lump of resin. 

Generally speaking, the view has Ireen accepted that vegetable 
secretions arc decomposition products formed in the course of the 
metabolism, but Tschirch considei’s that these secretions are built up to 
serve quite definite and various biological objects, and in this view he is 
supported by Tunmann. 

In some cases, the formation of essential oil in the plant begins 
at a very eaily.stage, in fact, before the gland has attained its full 
development. 

In opposition to Chaiabot, Tunmann considers that the constant 
change in the chemical composition of vegetable essential oils during the 
pi'Ogress of the development of the plant, is chiefly due to the continuous 
evajjoration of the more volatile parts. He agrees with Charalx)t in 
deducing, from pharmaco-physiological considerations, that ])lants in 
flower cannot yield so valuable an oil as can the young spring leaves. 

The solubility of essential oils in water, or in aqiuious solutions of 
other substances is obviously a question of considerable imix)rtance in 
reference to the transference of the oil from one portion of the plant to 
anothe)', as will bo seen in the stiqucl. Fioni a laboratory point of 
view, the question has Ix-en thoroughly investigated in a number of 
cases by IJnmey and Bunkei .' The following table indicates the results 
obtained by these obsert'crs, the methods adopUid by them being (1) the 
determination of the dillerence betwticn the refractive itidex of the diy 
oil and that of the oil saturated with water, and (2) the determination of 
the dillerence Iretween the sj)ecific gravity of the dry oil and that of the 
oil saturated with water 


' i'. mid E.O.H.. 1912, 101. 
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Ttpe VII. ‘ ! 

Garatray . . # . ! *9135 *9135 nil 1*4847 1*4847 nil i»il nil > 0*13 percent. 
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A second series of experiments was carried out to determine the 
amount of water which the same oils were capable of dissolving. These 
results are embodied in the following table:— 



i Kef. liid. 

Itof. lud. 




KsMeiitial Oil. 

; at 26>'t'. 

; of 

at 25 C. of 
“ Steanaal 

Diffcn-iice. 

IVr Cent. 
Watt'f. 

1 part of Wntt'r 
in 

• 

I Dried Oil. 

Oil. 


(approximately) 

Type I. 






Nutmeg . 

l'47a,5 

1-4795 

nil 



Juniper . 

1-4800 

1-4800 

nil 

— 


1 Lemou . 

l-47l«» 

1-4729 

nil 



! Orange . 

1 J-471.5 

i 

1-4715 

nil 

— 

- 

1 “ 

Type 11. 

1 

1 





Santa! . . • . 

1 1-.5040 

1-5017 

-0008 

0-17 % 
0-80 „ 

590 

' Savin 

1-47.17 

1-4733 

-0004 

880 

1 OitroDolJa * . 

1-4800 

1-4794 

-0000 

0-44 „ 

280 

! Geranium (Turkisli) 

l-47d(l 

1-4712 

. -0014 

1-13 „ 

MO 

: Type III. 






: Loiuon-graes . 

1-4830 

1-4824 

-0000 

0-45 7, 
0-41 „ 

220 

Cassia 

1-0017 

1-0005 

-0012 

220 

(Utrouella (Java) 

1 -lWlO 

1-4057 

-OOOil 

0-75 „ 

180 

Type IV. 






Cinnamon leaf 

l-.58e5 

1-5310 

-0009 

0-42 7. 
0-47 „ 

220 • 

Clove 

1-6805 

1-5295 

-0010 

210 

Tliyme . 

1-4917 

1-4911 

•0000 

0-41 „ 

220 

1'ypr V. 






Bergamot 

1-4035 

1-4031 

•OOtM 

0-34 7. 
0-49 „ 


Geranium (Bourbon) 

1-4064 

1-4048 

-0000 

200 

Type VI. • 






Eucalyptus (Glob.) . 

1-4004 

1-4002 

•0002 

0-10 7„ 

()20 

TyPK VII. : 






Caraway . • * . j 

1-4847 

1-4847 

nil 

— 



The oils consisting mainly of terpenes do not appear to dissolve 
water, nor to he soluble in water, or at all events, fo any appreciable 
extent. 

’ a^t must, however, be remembered that we are here dealing with pure 
water only, whereas in the plant economy we are dealing with solutions 
of organic substances, in which essential oils would almost certainly be 
dissolved more easily than in pure water. 

As has been mentioned above, essential oils occur in the most varied 
parts of the plant anatomy, and in many cases in almost every pari of 
a given plant, whilst in many others the essential oil is restricted to’one 
or two parts of the plant only. 

Charabot and Laloue' have especially studied the evolution and 
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transt'erenoe of the essentia] oil throughout the whole of the plant, and 
their results form the basis of our knowledge on the subject. . 

A plant which yielded particularly instructive results on the general 
question is Oemum basiliciim. The investigations we*e carried out at 
a number of stages of the plant’s growth, the four principal of which 
were as follows;— 

1. 4 July, before flowering. There! was a considerable preponderance 
of leaves which were found to be distinctly l icher in odorous .consti¬ 
tuents than the stems, the essential oil Ireing present as such in the 
young leaves. 

2. 21 July, at the commencement of flowering. The stems now 
preiKmderated, and the green parts of the plant showed a smaller per¬ 
centage of essential oil, whilst the young flowers already contained a 
larger proportion of essential oil. 

3. 2G August, with flowering well atlvancisl. The leaves and flowers 
were both considerably more numerous than in the preceding stage, and 
it was found that the jxircentage of essential oil diminished very sensibly 
in the green jrarts of the plants, whilst the flower was fulfilling its 
functions. The percentage of .oil diminished during fecundation in the 
flowers, but not so consideiahly as in the green puts of the plant; It 
is therefoii: during the period immediately preceding fecundation that 
the essential oil accumulates most, and during feerrndation that it is 
used up. 

•1. 15 September-, the seed having nratui-ed. An increase in the 
p-rcentagt! of essential oil irr the greeir ))lants since the last stage was 
noted and a diminution irr the inflorescerrees. 

.The essential oil is therefor e formerl at an early period of the plant’s 
life, and accurmrh.tes most actively towards the commencenrent of rcpi-o- 
ductior:. Rtifor-e flower-iirg thi! accunrulatiorr r-eaches its maximum and 
the diminution sets in as r-eproductive processes proceed,-and the transfer- 
of the oil from the green plarrt to the. inflor-escences slows down, and 
when fecundation is accotrrplished the essential oil. less orr the whole, 
again increases irr the green jrar-ts and dinrinishrss irr the inflorescences. 
It appears obvious, therefore, that the essential oil, manufactured in the 
gr-eerr pai-ts of the plarrt, are trunsferi-ed together with the soluble carbo- 
hydi-ates to the flower-, prolrably not as irutriment, and, fecundation ac¬ 
complished, it returns, at all events in pai-t, to the green parts of the 
plant. The tnechanisnr of this return may possibly be explained by the 
desiccation of the inflor-escrince after fecundation, with a consequent 
itrertiase of osmotic pressure, so that some of the dissolved matter is driven 
out. Throughout all the stages dealt w-ith no essential oil tvas detected 
in the roots. , 

-As another- example of the experinrents, Artemisia absinthium may 
be selected. The four stages of special interest were as follows:— 

1. 26 September-, 1904, long before flowering time. The r-oots dyj 
not contain atry es-sential oil. The leaves contained considerably mor-e 
tharr the sterna—about eleven times as much. 

2. 10 July, 1906, commoncemerrt of flowerirrg. The r-oots were rrow 
foutrd to be richer in essential oil than the sterns. In all the orgarrs the 
pi-oportion had increased, and in the leaves it had doubled. 

8. 4 August, 1905, flower-ing advanced. The accumulation of es¬ 
sential .oil in the roots was still mor-e marked. (This fact does not 
appear to hold good tor- any annual plants: Mr-ffWiisw is a perennial.) 
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The proportion of esrential oil sensibly diminishes in the stems, iu the 
Jeaves, and especially in the inflorescences, and in the whole plant. The 
most active formation of essential oil is, therefore, in the early part of 
the plant’s life up to the commencement of flowering. 

4. 2 September, 1905, the flowering completed. The percentage of 
.essential oil in the roots has increased still further; a slight increase lias 
taken place in the stems; no alteration is noticed in the leaves, and a 
diminution has taken place in the inflorescence. 

The general conclusions drawn by Charahot and Ijaloue as the 
result of these and a number of similar experiments are as follows:—‘ 

“ The odorous compound firat apjieai-s in the green organs of the plant 
whilst still young. 'They continue to he formed and to accumulate up 
till the commencement of flowering, but the process becomes slower 
as flowering advances. The essential oil passes from the leaves to the 
stems and thence to the inflorescence, obeying the ordinaiy laws of 
diffusion. Part of it. enten'ng into solution, passes into the stem by 
OBiposis. ;\rrivii1g here, and finding the medium already saturated with 
similar products, precipitation takes place, the remaining soluble iiortiou 
continuing to diffuse, entering the organs whery it is consumed, especially 
the inflorescence. Whilst fecundation is taking place a cei-tain amount 
of the essential oil is consumed in the inflorescence. It is possible, and 
even probable, that at the same time the gieeu organs are producing 
further ([uantitius of essentud oil, hut all that can be said with certainty 
is that a net loss in essential oil occiira when the flower accomplishes its 
sexual function. This leads to the practical conclusion that such perfume- 
yielding plants should Ixi gathered for distillation just before the fecunda¬ 
tion takes place. This act accomplished, the odorous principles appgar 
to redescend into the stem and other organs of the flower, a movement 
probably brought about by the desiccation of the flower which follows 
fecundation, with a resulting increase in the osmotic pressure." 

If these assumptions of Charabot and Laloue be correct—and they 
are borne out by much exptirimental evidence, after laborious research— 
the theory of Tschirch and his pupils, which depends on quite opposite 
assumptions, is clearly unacceptable. According to Charabot and Laloue, 
the essential oil circulates in the plant in aqueous solution and can 
traverse thtf plant from organ to organ in this form, and wherever 
meeting alimdy saturated media, is precipitated, and the points at 
which such piecipitation occurs are known as secreting organs. This 
being true, the assumption of a resinogenous layer, irased on the hy¬ 
pothesis of the*non-8olubility of essential oils in water—and in solutions 
of organic matter—Irecomes unnecessary and improbable. 

Most essential oils appear to be evolved directly in the form of 
terpen’e or non-terpenic compounds separable from the plant tiipues in 
the same form as they exist therein. A considerable ‘number, however, 
• are evolved in the form of complex compounds known as glucosides, in 
\9H!th the essential oil complex is present, but wherein the essential oil 
itself does not exist in the free state. . 

The glucosides are compounds, which, under the influence of hydrolytic 
agents are dqpomposed into glucose or an allied aldose or ketose, and one 
or mbre other bodies, which, in the oases under consideration, form con¬ 
stituents of essential oils. The hydrolytjc agents which bring about these 
changes are soluble ferments, such as diastases, enzymes and similar 

' Le Parfum CIm la Plante, 233. 
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Iwdics, or, where the hydrolysis is produced artificially, dilute acids or 
alkalis. , 

The ferments able to decompose particular glucosides are usually 
found in the plants containing the glufcosides, separate^ from the latter 
hy being enclosed in special cells which do not contain the glucoside, 
so that the two sulistances must be brought into contact, in the presence, 
of water, by mechanical means, such as crushing, etc. 

Twb principal cases of such decomposition are known. 

Firstly, there are those cases where the hydrolysis takes place* within 
the plant itself during the life of the plant, so that the essential oil is 
actually a product, in the free state, of the metabolic processes of the 
living plant; and secondly, there are those cases where the glucoside is 
not decomjiosed except by artificial processes, independent of the life of . 
the plant. 

The former case is of particular interest and importance as bearing 
on the proper method for the extraction of the perfume. Typical 
instances are those of jasmin and tuberose, which hUve been carefully 
investigated by Hesse. This chemist showed that the essential oil of 
jasmin, which resides in 'the flower alone, does not, when extracted with 
a volatile solvent, contain either methyl authranilate or indole, whereas 
when the flowers are allowed to maeemte in fat hy the enfleurage pro¬ 
cess, and-the pomade so obtained extracted, the essential oil does contain 
both methyl anthranilate and indole; and further, the yield of essential 
oil obtained by tlve latter process is at least five times as great as that 
obtained by extmeting the flowers with a volatile solvent. The following 
considerations arise here. If the detached flowers ai-e treated with a 
volatile solvent, the living tissues are at once killed, and the actual 
amount of oil pre^nt in the flowers is obtained in the condition in which 
it exists when they were picked immediately before extraction. But if 
the detached flowers are macerated in cold fat, the living tissues are not 
destroyed and the flower continues to live tor a certain time. Since a 
gloat increase in the quantity of the oil is obtained it, for example, the 
flowers are exposed to the tat for twenty-four hours, and since new com¬ 
pounds, namely, methyl anthranilate and indole now appear in the oil, it is 
ijbvious that much oil and the new compounds are elaborated in the flower 
during its life after being detached from the plant, quite iqflfipendently of 
■the chlorophyll-containing organs. There is little reason to doubt that 
this is the result of a glucosidal decomposition in the flower, the glucoside 
existing therein at the time of gathering, and steadily decomposing into 
the essential oil and a sugar so long as the flower is alirfe, but not when 
it is killed, as, for example, by the action of a volatile solvent. Hesse 
has established the same principle in the case of the tuberose, the flowers 
of whiph yield abjut twelve times as much essential oil when exposed to 
enfleurage as they do when extracted with a volatile solvent. Further, 
the oil obtained by enfleurage contains far more methyl anthranilate tb^« 
the oil obtained extraction with a volatile solvent, and also contfins 
methyl salicylate. 

Ill the case of most plants where the essential oil is due to a glucosidal 
decomposition, the pi-oducts are of a non-terpenic charactgr, but this is 
not invariably the case. 

•In many plants the glucoside is decomposed during the life of the 
plant in.a manner different from that just described. The conditions are 
not understood, but in the case of such flowera-as the jasmin and tuberose. 
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it appears that only a partial decomposition of the glucoside takes place, 
until the removal of the decomposition products (ejj. by unfleurage) when 
‘more glucoside is decomposed. In most plants, however, the decomposi¬ 
tion is complete, all the essential oil possible is formed, and can be 
obtained byanjfof the usual processes without being further increased 
^by more glucosidal decomposition. 

One case in which the essential oil does not exist at any stage of the 
plant’s life in the free condition, until the ferment and the glucosido have 
been bh)ugbt into contact by artificial means, will siifiice to illustrate this 
type of production of essential oils in the plant. The essential oil of 
bitter almonds does not exist as such in the kernels, which have no odour 
such as we asorilxj to bitter almonds. The glucoside which gives rise to 
the essential oil is a Iwdy known as amygdalin, of the formula Cj„H„NO„. 
This body crystallises in orthorhombic prisms with three molecules of * 
water of crystallisation, which arc driven off at 110‘ to 120". Under the 
action of the ferment, emulsin (which is rarely, if ever, in contact with 
the amygdalin i* the plant tissues) in the presence of water, amygda¬ 
lin splits up ipto glucose, hydrocyanic acid, and benzaldehyde, the char¬ 
acteristic odour-bearer of essential oil of bitter almonds. The i-eactioii 
(which probably occurs in two stages which need not be discussed here) 
is as follows:— 

G,„H.-N()ii -t- 2 H 2 O = 2(1,ill,^0,, + (yi. CHO + HNG. 

Amygdalin. CilucoBn. Beusaldebydc. 

The above illustration is typical of the method of formation of a large 
number of essential oils, which need not be discussed here in detail. 

The actual genesis of the odoriferous compo\mds in the living plant 
has been studied, as indicated above, principally by Oharabot aud’his 
colleagues, Laloue and Hubert, but interesting work in the same direc¬ 
tion has been carried out by Blondel and by Mesnard. 

There are three conditions to consider in regard to the physiological 
activity of the living cell: (1) where the product—the essential oil in the 
present case—pre-exists in the tissues generally and the function of the 
phytoblast of the cell is limited to isolating the jn-oduct at the desired 
moment. This may tie regarded as an excreliun ; (2) where the product 
has its origin in the cell itself by means of combhmtion and reaction ot 
other bodies fi-ansported from other parts of the plant tissue, and (3) 
where the product is completely built up in the cell, without it being 
supplied with the materials for the synthesis by transport from other 
parts of the Jisaues. These may be regarded as oases of secretion. 

Numerous theories have lieen advanced to explain the origin of es¬ 
sential oils in the plant, but the evidence in favour of most of them is in 
no case at all conclusive, and the question must still be regardcil as un¬ 
settled. • ' 

Fliickiger and Tschirch originally suggested that the essential oil W'as 
^•horated at the expense ot the starch, or possibly even ot the cellulose, 
the intermediate pr^ucts ot which were transported through the tissues 
to the locality of elimination, undergoing gradual alteration until the 
final product of transformation was the essential oil. Mesnard regarded 
the ohloroplfyll as the parent substance of the essential oils, and Tschirch 
more recently suggested the tannin as the more probable substanoe to 
give rise to essential oils and resins. 

One thing is certain,.and that is that the chlorophyll-containing 
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parenchyma is, generally speaking, the seat of formation of the essential 
oils. The physiological activity of the phytoblast of the cell can be 
(lomonstrated experimentally, and Rlondel has illustrated it in the case* 
of the rose. He took the red rose (feneral Jaqiiemiml, as one having 
a well-marked odour, and placed two blooms from the^ame branch, of 
equal size and development, in vases of water und(!r two bell jars. Into_ 
one of the jare a few drops of chloroform on a sponge were introduced.' 
At the end of half an hour the bell jar was lifted, and the weak odour of 
the rose was found to have givam place to an intense odour of the flower. 
Th(> odoiu' of th(! ios(! kept without chloroform was feeble, exactly as at the 
commencement of the experiment. .\ similar experiment was carried 
out with the tea rose (ihiir de Dijon. In this case the odour of the 
flower treated with chloroform entirely altered, and was quite disagree- 
ablt!, with no resemhiance to that of the rose itself. In the former case 
the action of a mimiki amount of chloroform acts as an irritant, and the 
stimulus (Miuses a greatly increased secretion of essential oil, whilst in 
the latter ease the functions of the secreting cells were sictually changed 
and a dift'erent (xlorous substance was evolved. With a.larger dose of 
chloroform the contents of the cells are killed and no further exhalation 
of p<!rfume is note<l. * * 

The actual coin-se of the evolution of the essential oil has been par¬ 
ticularly studied by ('haralwt and Laloue in plants, the piincipal con¬ 
stituents of whose oils belong to four different groups, namely :— 

1. (lompounds of the linalol group. 

2. .. ,. gemniol „ 

3. ., „ thujol ., 

4. ., .. menthol .. 

‘Linalol is a tertiary alcohol of the formula Cmflj^O. which, with its 
acetic ester (and traces of other esters) forms the basis of the peifume of 
bergamot and lavender oils. By dehydration linalol is converted into 
terpencs of which the principal are limonene and dipentene, and by 
esterification into its acetic ester. The examination of the essential oil 
at different periods of the dovclbpment of the bergamot fruit has led 
Charaljot and lailoue to the following conclusions.' As the fruit matures 
the essential oil nudergoes the following modifications:— 

1. The amount of free acids decreases. 

2. The richness in linalyl acetate increases. 

3. The propoi'tion of frtH! linalol and even of total linalol decreases to- 
a very sensible extent. 

4. The quantity of the teipenes increases, without the tatio between 
the amounts of the two hydrocarbons limonene and dipentene lieing 
altered. 

Thq, fact that the amount of total linalol decreases whilst thb rich¬ 
ness id linalyl aedtate increases, proves that linalol appears in the plant 
at an earlier period than its acetic ester. Further, the free acetic acid 
acting on the linalol esterifies a portion of it, whilst another portioipflf 
this terpene ajcohol is dehydrated with the production of limonene and 
dipentene, which are the usual resultants of linalol in presence of certain 
dehydrating agents. This view is corroliorated by the |uct that the 
quantity of the mixed terpenes increases during the esterification, 

without the slightest variation being observed in the latio between the 

• 

' llniii-e-Bertrauif Fils, hnlUt'm, Maroh, 1900,12. 
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amounts of the two tei’pones, which shows that their formation is simul¬ 
taneous and is the result of one and the same reaction. 

The practical conclusion to l)e dnvwn from this is as follows: Oil of 
l)cr}|;amot havinfj.a value which increases accoi'diug to the richness in 
ester, it wilt Ixs profitable to gather the harvest at the period at which the 
fruit, is fully ripe. 

The same compound, linalol, is the parent substauce of oil of lavender. 
The study of the progressive development of this oil in the plant tissues 
was carried out on three samples which were distilled at intenals of a 
fortnight, the lii-st from flowers in the budding stage, the s<!cond from the 
fully flowering plants, and the third from the plants with the flowers 
fadiKl. The essential oils thus obtained had the following characters ;— 

I ^ I 



Oil iroiii till' PI nits 

wiiii— 

1 

• 

_ • . . 

llndi. 

Flowers. 

Fiulcd Flowers, 

Specific gi'avil.y at 10 (’. . . | 

0*K«4!) • 

• 0*H8.W 

0-8H21 ! 

Optical rotation . . . . < 

- i;- 

- () tH' 

1 - 0" 50 ' 1 

Acidity, HA acetic acid per litre j 




of water collected during distil- \ 



1 

Itttiou. 

O’WII gni. 

O'lTld gin. 

I O'lWtr, Riu. i 

Ester per cent. j 

:«)•<> 

■10*4 

i .'IH-VS 

Free linalol per ccnl. . . . | 

Jl-0 

IG'7 

IRtl 1 

Total ,, ,, . . . j 


4S--1 

; 50-3 i 


Hence, the aci<lity deo'eascs in the course of vegetation; the pt'o- 
})ortion of free linalol and the proportion of total linalol also decrease in 
the esstnice u)) to the time when the flowers are fully opened, whilst the 
proportion of ester increases; then, when the flower fades, the essential 
oil Is'comes licher in linalol, whilst, on the other hand, its ester-content 
decreases. 

Thus, as in the case of oil of liergainot, esterification is accompanied 
by a decrease in the total proportion of linalol and in the proportion of 
free acid. These facts prove that, here also, the esters originate by the 
direct action df the acids on the alcohols. Under these conditions, 
as the plant develops, part of the linalol is esteritied whilst another 
portion is dehydrated. So that not only docs the proportion of free 
alcohol, but alpothat of the total alcohol decrease. But as the esterifica¬ 
tion process is completed, which happens when the flower commences to 
fade, the total alcohols increase at a fairly rapid rate. 

The*progressive development of the geraniol compounds in esjicntial 
oils has been principally studied in the ease of oil of geftiniurn. * 

^ The typical plant which was selected for investigation in the case 
of*rt* geraniol compounds was the ordinary geranium. The principal 
alcohol present in this oil is geraniol, and this is accompanied 

by a smaller amount of eitronellol, C„Pj„0. A ketone, menthone, is also 
present. , 

y\n-oil was distilled from the green plants on 18 July, and a second 
sample from the still green plants on 21 .August. These two samples had 
the following character's;— 


.,vor-. II. 
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J^rwluct (Collected— • I 

_ 4 

0ul8July( ; Ou August. ! 


' • 

I Density at IS''C.; o-R<J7 i 0 H 99 ' 

Kotatory power in 100 min. tube . , . , - 10“ : - 10" 10' 

! Coefficient ol saturation of the acids . . . ' 43-8 414 ) 

I Esters (calculated as goranyl tiglate) ... 5-8 i lO'O 

I Free alcohol (oalonlated as C,„1I„0) . . . 04-0 1 G2-1 

I Total alcohol.I 67-0 | GS-O 

It will bs seen that (1) the acidity decreasos during' the maturation . 
of the plant; (2) as in all the cases previously considered, oil of geranium 
becomes richer in estere during vegetation; (.3) the proportion of total 
alcohol increases slightly and the quantity of free alcohol decreases, hut 
not to an extent corresponding with the increase of eslei's, so that in.the 
course of esterification, which takes place in this case without dehydration, 
a small quantity of alcohol is produced. 

Practically no menthone was found in either oil, but in the oil ob¬ 
tained frem the plant after flowering aiid complete maturation, an appre¬ 
ciable quantity of menthone was found. It is thus clear tliat the 
menthone is formed, as would be expected, principally during the period 
of the greatest respiratory activity. 

The thujol group, in reference to those studies, is represented by the 
absinth herh {Artemisia ahsi/nthinm), which contains a secondary 
alqohol thujol, Cj^Hi^O, and its esters, and its corresponding ketone, 
thujone, The conclusions drawn in this case are as follow's:— 

From the early stages of vegetation, hcfore the influence of flowering 
is seen, an essential oil is present in the chlorophyll-containing organs, 
which is already rich in thujol, but which contains very little thujone. 
Esterification steadily increases up to the time of flowering, and then 
diminishes, and afterwards increases again as new' gi'een organs develop. 
The amount of thujol diminishes during the evolution of the plant, hut 
increases again when new green organs are developed. The thujone 
gradually increases up till the time of flowering, and .hen steadily de¬ 
creases ow'ing to consumption iu the flowers themselves. 

It is therefore probable that the alcohol is formed in the first instance, 
which is afterwards esterified to thujyl esters and oxidised to thujone. 

The last of these investigations to which reference^wHl he made is 
that of the peppermint, as representing the menthol group of compounds. 
Four samples of essential oil were examined. 

1. .That distil^d from young plants not exceeding 50 cm. in height, 
ihe inflorescence having formed, but the buds not having made their ap¬ 
pearance. 

2. That distilled from the plant when the buds were commeuefRg to 
jppear, but from which the inflorescences were removed. 

3. That distilled from the inflorescences so removed. 

4. That distilled from the normal nlant in full flower. 
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1 . 1 

^ 11. Oil Extracted 

[ before Ibe 

Oil Extracted after the Furmat'ou 
of the Buds. 

1 

‘ 4, Oil Extracted 
fiom the 

j 1 Fonnalion of 

' ^ tbe Buds. 

i 

, •— 

Specific gravity • 

2. Jjeaves. 

js. fiiflon-sceuces. 

i 

Flnweriiig 

rtants. 

at 18° C.. ., 0-9025 

Optical rotatiou 
at 18" C. in 

O'JOIC 

1 0-9081 

0-9200 

200 mm. tube. - 10' 

: Kstor (calculated 
as menthyl 

- 26" 

- 20' 15' 

i 

- 2” 37’ : 

1 accrate) . . 3*7 per cent. 

Oomhiued men* 

10*8 per cent. 

1 7-5 per cent. 

I 10*7 per cent, ^ 

' thol . . 2-;t „ 

8-1 „ 

5-9 „ 

: 8-4 „ 

■ Free menthol . 41*8 „ 

42-2 „ 

29-9 „ 

32-1 „ 

Total „ . 47-2 

60-8 „ 

35-8 

1 40'S 1 

Menthone . . *5*2 „ 

4-2 „ 

16-7 „ 

10-2 „ 

• 



! 


After allowing for the relative weights of the leaves and inflorescences, 
the composition of the average oil which would have been yielded by (2) 
and (3) if distilled together would have Ireen as follows:— 

Kstors.9'(i per cent.' 

Combined meiitliol. 7’(> „ 

Free mentliol.39'0 „ 

Total ..^. 46 0 ,, 

Mciilhone . . . .7'6 „ 

It is thus apparent that at the commencement of vegetation of Ihe 
peppermint the oil is rich in menthol, but only a small amount is present 
in the esterifled condition. Menthone only exists in small quantity. As 
the green parts of the plant develop, the proportion of esterifled menthol 
increases, as has been found to be the case with other alcohols. This 
esterilication, however, only takes place in the leaves, and when the 
essential oil extends towards the flowering tops, it becomes poorer in 
esters. 

The net result is an increase in esteis in the total essential oil distilled 
from the whols of the plant, owing to the development of the gieen parts. 
The menthone increases during the development of the inflorescences, 
whilst the menthol decreases correspondingly. So that the oil obtained 
from plants systematically deprived of their inflorescences only contains 
a small amount* of menthone, but is very rich in free menthol and in 
esters. The oil, however, distilled from the flower shoots, even at an 
early g)age of their development, contains a considerable quantity of 
menthone and comparatively small quantities of free menthol an4 esters. 
It is therefore seen that the formation of the esters of menthol takes 
•plj|Cg in the green parts of the plant, whilst the menthone originates 
more especially in the flowers. This latter point is further corroborated 
by the fact that if the peppermint becomes modified by tlte puncture of 
an insect so as to suffer mutilation, the greater part of the menthone 
disappears, as well as the flowers. 

These observations throw light on the mechanism which governs the 
transformation in the plant of the compounds belonging to the menthol 
group. This alcohol being produced simultaneously with the green parts 
of the plant, is partially esterifled in the leaves; the esterification here 
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again is manifested as a consequence of the disappearance of the chloro¬ 
phyll. Then, when the heads bearing the buds and later the flowers 
are formed, a ceitain quantity of oil accumulates and the menthol, both in 
the free and combined state, is there converted into me/ithonc by oxida¬ 
tion. 

Investigations of the character detailed alwe lisad to the following 
conclusions. The esters are jn-incipally formed in the green parts of the 
plant by the action of free acids on the alcohols. The latter easily losing 
water are, at the siiine time partially dehydialed without combining with 
acids and so give l ise to ter))enes. Isomerisation is also going on. so 
that starting from the compound linalol, we see the following compounds 
formed: linalyl acetati; by <‘sleritication, teiqrenes by dehydration, and 
Jhe isomeric alcohols geraniol and nerol by isomerisation. All three 
I'eactions can 1 h! elTected artificially in the laboratoiy, as they are natur¬ 
ally in tlu! plant tissues. Tin- alcohols and theii' esters ai'e easily con¬ 
verted into aldehyiles and ketones, esjrecially when the infloniscenee 
appears, since it is in these organs that oxygen is fixed to a maximam 
extent. 

Whatever may Ije tliei cotpplex functions of the chloiophyll in tlu' 
))lant, so far as the essential oil is concerned, there can be no doubt that 
it favours the; process of dehydration. Gaston bonnier has shown that 
under the influence of a mountain climate the grten parts of a plant 
undeigo considerable modification. The leaves are thicker and of a more 
rich green colour, and the assimilatory tissues of the stem are laitter 
suited for the extircisi! of tht! chlorophyll functions. Th(> green palissadir 
tissue is more strongly developed, either by the cells Iroiiig longer, or be¬ 
cause the imniber of layers of palissade cells is greater, so that the 
chlorophyll bearera are huger and more numeious. Under similar 
conditions, plants grown at low altitudes have a lower chlorophyll func¬ 
tion than the same plants grown at high altitudes, ('haraliot’s obsenii- 
tions are supplementary to these, and prove that the more intense the. 
chlorophyll function, the greater the ]'.ower of dehydration of the alcohols, 
and therefore the givater the ester value of the oil. This has laien de¬ 
monstrated clearly in the case of lavender oil, when it is generally tnie 
that the higher the altitude at which the plants are grown, the higher 
the estei' content. Grown in the neighbourhood of I’,aris, as before 
mentioned, the plants yield an essential oil with so low an ester value 
that it ajiproximates to English lavender oil in composition. The in¬ 
fluence of the altitude appears to be due to (1) greater light; (2) drier at¬ 
mosphere, and (3) lower temperature. The first two of Ihfse influences 
tend to assist esterification, whilst the third acts in a contrary sense, and 
may even neutralise the othei s, , 

In t,he esterification of an alcohol water is always found, accoidiug to 
the equation— 

Ron + AH = RA + H.,0 

Aloohol. .'VeuI, Ester. Water. 

This actiomis reversible, so that to maintain the ester value it is ob¬ 
vious that the removal of water is advantageous. As a matter of fact, it 
transpiration is increased, or the absorption of moisture l)y the roots is 
diminished, the esterification is more rapid. 

In regard to the distributiorr pf the essential oil from one organ of the 
plant'to another, it has been established that there is a circulation of the 
odorous compounds from the green portions of the plant into the flowers. 
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which may he regarded as the consuming oigans, and that the constitu¬ 
ents'which travel through the tissues are, as would be expected, the most 
’soluble present in the oil. Hence as Charalxst, Hubert, and Laloue have 
shown,' it resuits that this phenomenon of circulation and that which 
governs the chemical transformations wliich modify the composition of 
.the essential oils, combine their effects when the aldehydes or ketones in 
question are relatively soluble constituents. In such a case the essential 
oil of the inflorescences will be appreciably richer in aldehydio prin¬ 
ciples 'than th(! essential oil of the lejives. This is what was found in 
the ease of verbena in which the citral is one of the most soluble con¬ 
stituents of the oil, as clearly indicated from the fact that the portion 
extracted from the waters of distillation is richer in citral tlian the por¬ 
tion which is decanted. The essential oil of the inflorescences contains 
an appreciably higher ])roportion of citral than th(' essential oil extracted 
from the green parts of the plants. 

If, on the othei' hand, the aldehydio oi' ketonic portion of the essential 
oij is sparingly sMuhle, the effects of the phenomenon of circulation on 
the composition of the essential oils fi'om the various organs will be the 
reverse of those ])roduced by the chemical changes which take place in 
the infloj (!sceiice, since the principles which are displaced are principally 
those which are most soluble. The relative insolubility of such ketones 
and aldehydes will tend to make the oil of the leaves richer in these 
compounds on account of their restricted power of circulation, and on the 
other hand, to make the oil of the inflorescences richer in alcoholic prin¬ 
ciples, whilst the actual foiinalion of tl^ese compounds in the inflor¬ 
escence will have the effect of increasing the proportion of aldehydes 
or ketones in the inflorescence. The net result depends on which of the 
two features Jiredoniinales. 

It h.as been shown whilst studying the formation and circulation of 
the odorous products in the wormwood, that the ketone thujone is, 
contrary to the usual rule for ketones, one of the most insoluble con¬ 
stituents of the oil, and this is why, in spite of the tendency which thujol 
jiossesses to become converted into thujone in the inflorescence by oxi¬ 
dation, the essential oil from the leaves is richer in thujone than the 
flower oil. This is due not oidy to the fact that the insoluble thujone 
passes very'slowly from the leaves to the flowers, hut also to the fact 
that the thujone which does so circulate, and also the thujone actually 
formed in the flowei-s, being already a partially oxidised product on the 
way to degradation is the one which is principally consumed by the 
flowei- in the eXercise of its life function, namely, the fecundation process. 
In the case of peppermint, the nature of the actual chemical transforma¬ 
tions which occur in the green organs has a predominant influence on 
the distribution of the odoriferous eonstituents. This was demonstrated 
by distilling 200 kilos of the plant and collecting 200 litres of‘distilla¬ 
tion water. This water was exhausted by shaking three successive times 
\fifh petroleum ether, which on evaporation yielded ,05 grams of essential 
oil which had been originally dissolved in the water, ^he oil obtained 
by decantation, and tliat by extraction from the distillation watera gave the 
following I'esults on analysis:— 


' Ronre-Bcrtrand Fils, Bulletin, May, 1908, i- 
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I 




Ebiseiitial Oil 



Sopantted by ^ 
Dreantatiou. 

__ 

Extracteil Iroiii 
the Waters. 

{Specific gravity at 15” C. . . . 


0-9104 

0-0140 

SolubiJity in HO per cent, alcohol • 

j 

Soluble in 1 vol., 
becoming opales¬ 
cent on the 

Soluble ii\ 1 vol.; 
separation ot 
crystals on the 

1 

I 

further addition 
of alcohol 

further addition 
of alcohol 

Rotatory power. 


- ] 1” 28' 

- 17“ 36' 

„ „ of the acetylated oil 


- 20“ 12' 

- 36“ 28' 

Colour. 


Pale green 

Keddish-brown 

Acid number. 


0-2 

12-8 

Kaponificaliou number 


43*9 

39*1 

Ester number. 


43-7 

26-3 

Mentbyl acetate. 


15*5 per ceut. 

9*3 per cent. 

Combinod meotliol .... 


12-2 „ 

. 7-3 ., 

Saponification number of acetylated oil 


lCl-7 

198-3 

Esters in acetylated oil . a « 


57*2 per cent. 

70*1 per cent. 

Free menthol in original oil . 


37-4 

,66-3 

Total.. . . . 


49*6 „ 

63-6 

Haponifioatiou number of the reduced 

and 



acetylated oil . 


188-1 

215*9 

Saponification number corrosponding to the 
menthone ....... 

26-4 

17-6 

Menthone in original oil . . . 


7-4 per cent. 

4*9 per cent. 


Comparing the undissolved essential oil with that which was dis¬ 
solved in the waters, it is seen that the former is richer in estei's, 
poorer in free menthol and total menthol, and richer in menthone than 
the second. In other words the relatively sparingly soluble constituents 
are esters and menthone, whilst menthol is particularly soluble. 

The earlier researches of Charabot have shown that the essential oil of 
the flowers is richer in menthone than the essential oil of the leaves. And 
it is in spite of a circulation of menthol, a soluble principle, from the 
leaf to the inflorescence, that this latter organ contains an essential oil 
particularly rich in menthone. It must therefore be that the menthol is 
there converted into menthone by oxidation. 

The differences in composition betw'een the two essential oils ex¬ 
amined show well, if they be compared with those which exist between 
the essential oils of the leaves and the inflorescences, that Ihe distribution 
of the odorous principles between the leaf, the organ of production, and 
the flower, the organ of consumption, tends to take place according to 
their relative solubjlities. But this tendency may be inhibited, or on the 
other hand, it may Ire favoured by the chemical metamorphoses which 
the substances undergo at any particular point of their passage or at mv 
particular centre of accumulation. Thus, in the present case, some oi^e 
least soluble principles, the esters of menthol, are most'abundant in the 
oil of the leaves, whilst another, menthone, is richest in the oil of an organ 
to which there go, by circulation, nevertheless, the most «sotuble por¬ 
tions. This is because this organ (the flower) constitutes the medium 
in which the formation of this insoluble principle is particularly active. 

■ Some highly interesting conclusions as to the relationship of essential 
oils to the botanical characters of the plant have been drawn by Baker 
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Fig. i—Types of eucalyptus leaf venations, which indicate the presence of certain 
clieniical constituents in the oil. {Baker iC Smith.) For explanation see next 
page. 
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and Smith,' as a result of their exhaustive researches on the eucaij'pts of 
Australasia. These investigators have shown that there is a marked 
agreement between the chemiciil constituents of the essential oils of these 
trees and the venation of the lanceolate leaves of the several species; so 
marked, indeed, that in the majority of oases it is poaSible to state what 
the general character of the essential oils is by a careful examination of 
the leaf venation. There are three principal types of venation, whioli 
are shown in the accompanying illustiation (see pfevious page). 

The first type is representative of those cucalj-ptus trees wKose oils 
contain the terpene pinene in marked quantity, cineol either not at all or 
only in small amount, and from which phellandrene is alrsent. 

The second t)qie is characteristic of ti’ees yielding oils which contain 
jiinene, hut are more oi’ less rich in cineol and free fioin jihellaudrene. 

The third type represtmls trees in which phellandrene is an im)K)r- 
tant constituent. 

There ajqxsare I'eason to suj)|)OSe that with the eucalypts a gradual 
deviation from a tyjat has taken ])lace, and that 'the formation of 
characteristic constituents in these oils has Ijeen coutemjioraueous with 
the characteristic alteration or deviation of the venation of their leaves. 
That the constituents haVe been fixed and constant in tli(! oils of the 
several eucalypts foi' a very long jieriod of time is demonstrated by the 
fact that whenever a species occuis over a large area of countiy the 
conslitucmls of the oil are practically identical also, only differing in 
about the same amount as is to be expected with the oils from trees of 
the ,sam(! species growing togrrther in close proximity to each other. 
The venation of the leaves of individual species is comparatively similar' 
throughout their geographical distribution, and their botanical characters 
show also a marked constancy. All this comparative constancy is 
jrrobably accoumed for by the long jter'iod of time that must have 
elapsed before a particular species could have cstablishexl itself as such 
over so extensive a rangi' over which they are found to-day. 


Kxr'LANA'i'IOX OF ?Lvr't'.. 


1. Loaf of Kucali/ptus carymbosa, Siir.—This vcuatioii is iudicalive of tlio pre- 
trcnc'o of piueno in Iho oil. Note the close pamllol lateral veins, the tliiok mid-rih, 
and the position of the marginal vein close to tlie edge of the haf.the yield of oil 
from leaves showing this venation is small, there not Iteing room between the lateral 
veins for the formation of many oil glands. 

2. Loaf of Eumtyplus iSmithii, R. T. B.—This venation is ebaraoteristic of 
species whose oil consists principally of eucalyptol and pinene. Note the more scute 
lateral veins which are wider apart, thus giving more mom for the formation of oil 
glands; the yield of oil is thus larger in these species. The marginal vein is further 
removed from the edge and is slightly bending to meet the lateral veins. 

8 . Leaf of Kuculyptm r(idio/fl,'Sieh.—This venation is characteristic of those 
.species vidiosc oil coujists largely of phellandrene and the peppermint ketone. Note 
the still'inoro acute and fewer lateral veins. The marginal vein has also become ■ 
so far removed from the edge that a second one occurs, and the slight bending, as seen , 
in 2, has culminated in this group in a series of loops. The spaces for the f(Mlb- 
tion of oil glands are also practically unrestricted and a large yield of oil is thus 
obtainable, ■ 

' Jour, mid Proc. Itoy. Sue., N.S.W., xxxv. IIC, and lieporf to British Association, 
Section B., Manehester, 1915. 



CHAPTER 11. 

THE OONSTITL’ENTS OF ESHENTIAE OILS; .^NO SYNTHETIC 
I'KUFIIME BODIES. 

In the present chapter it is proposed to deal witli tlie individual coni- 
])Ounds naturallt’ occnmng in essential oils, and also with those chemical 
individuals which are {'enerally known as synthiAic perfumes. As odour 
must he )'ogarded as a function of volatility, it heconnis a matter of 
iutcJest to examine what relationshij) can he traced and expressed in 
tenns, between the various giou])s of Iwdies which are found in essential 
oils. 

There have been numerous attempts at the classification of odoui-s.* 
all of which have been empirical and usdess, and most of them absurd. 

The initial diflicully in any attempt at such a classification lies in 
the fact that we have no .ihsolute standards to ajrply to the sense of 
smell. It is true that the sense of sight differs materially in different 
persons, but in spite of one jieison having a delicate perception of colour 
and shades whilst another is colour blind, we have the spectrum and 
the measurement of wave lengths to turn to as something absolute, and 
independent of personal idiosyncrasy. But where can we turn to,tor 
anything absolute in reference to the sense of smell? 

In tlie considerations which follow, elastic and unfixable definitions 
and standards are fully recognised, and such an expression as a “ rose- 
liki' odour” is intended to convey nothing more than an odour which 
most peisons would associate with the odour of the rose to some greater 
or lesser extent. 

It may be that no scientific classification of odours is iiossihle, but if 
it be so. thei^ in the author’s opinion, it will not be so until we have a 
much greater knowledge of the relation of odour to chemical constitution 
—or, in other woids, to use a mathematical expression—until we know 
to what extent and in what direction odour is a function of chemical 
constitution. ^ 

If one eftamines the parent substances of the aliphatic series, the 
hydi-ocarhons of the methane series, and compares them generally with 
the parent substances of the closed chain compound, such as benzene 
and its homologues, and naphthalene also, it is impossible to avpid the 
conclusion that, speaking genemlly, those compounds of the closed chain 
s^igi having the same degree of volatility, as measured by Ixsiling-points, 
as compounds of the open chain series, have a greater quantity of 
odour than that jxissessed by the corresponding op('n chain compounds. 
Further, without attempting to diagnose the qualitative distinction, it is 
obvio.us that any trained nose can distinguish between the odoura of the 
two series of compounds, and could usually correctly refer a hydrocarbon 
which had an odour to the closed or open chain series. Taking'the 

> li. mid E.O.n., X91& 129. 

(2.5) 
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closed chain hydrocarbons themselves, it is also probably true that most 
trained observers could discriminate between ordinary benzene deri\'^- 
tives and the terpenes by the nose alone. How far is this referable 
to the fact that the terpenes are largely, as a class, plosc relations to 
para-isopropyl-methyl benzene ? 

These considerations indicate that the closing of the carbon chain, 
the orientation of the substituent groups, and the nature of the side 
chains in the molecule, have some definite ascertainable relationships 
with the odour of the compound; but although such relationships may 
be ascertainable, they are not, in the present state of our knowledge, 
actually ascertained, and, even so tar as they maybe, are not yet capable 
of expression. 

If we examine the case of alcohols, it will be seen that ordinary 
alcohols of the open chain series of compounds are easily distinguishable, 
as a class, from the much more odorous alcohols of the closed chain 
series. But we can go a step further. IJi-olefinic alcohols, in which the 
double union of carlxm atoms, C : C, occurs twice, aVe well recognised , 
bodies, and many of them have been fully described.^ There is, how¬ 
ever, a class of di-olefipic ^Icobols, of which the members occur in 
Nature, which differ enormously in the character of their odour from 
the ordinary di-olefinic alcohols. These are the natural alcohols of the 
geraniol series. The constitutions of geraniol and linalol, the two 
principal representatives of the series, are as follows:— 

(CHa)2C : CH. CHj. GHjCCCH,): CH. CH^OH 

Geraniol. 

CHj. C(CH3) : CH. CHjCHj. C(CH3)(OH). CH: CH., 

Linalul. 

Nerol is another member of the same group, and is clearly only a stereo- 
isomeridu of geraniol. 

These particular alcohols of the geraniol series have characteristic 
odoure which any expert can at once classify. They differ in this respect 
entirely from the oidinary group of di-olefinic alcohols, and are usually 
l egarded as the parent substances of the rose and bergamot odours. 

They are easily converted into compounds belonging to the closed 
chain series, and an examination of their constitution shows that the 
relative positions of the double carbon linkages easily jtflow for their 
elimination, with the consequent formation of a six-carbon ring. 

How far is this interm^iate or unstable position, lietween the nor¬ 
mal aliphatic alcohols and the closed chain compounds, the determining 
factor of the chamcteristic odour? * • 

There are a number of alcohols of the same formula, in which the 
closed six-carbon ring actually exists. ^ 

Su^ alcohols as tei-pineol, borneol, thujyl alcohol and their near 
relatives, such as menthol, are usually known as alcohols of the terpene 
series, being closely related to the terpene hydrocarbons in their con-» 
siitution. So characteristic are the odours of this series of alcoholiTlnat 
even an untrained nose could not fail to place them in a class apart 
from such alcohols as geraniol and its relations. All these alcohols con¬ 
tain the closed six-carbon ring, with the side chains, generally speaking, 
in the para-position. 

•The odours of the purely .benzenoid alcohols differ in character 
entifely from the last described. Benzyl alcohol, CijHj. CHjOH, is 

1197. 70. ‘ 
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methyl alcohol with one atom of hydrogen replaced by the phenyl 
gpoup; its next homologue is phenyl-ethyl alcohol, CsIIj. CHjCHpH, 
and phenyl-propyl alcohol and cinnamic alcohol are also typical mem¬ 
bers of the group.^ Benssyl'alcohol is a characteristic component of the 
soft jasmin odour; phenyl-ethyl alcohol is essentially a delicate rose 
perfume ; phenyl-propyl alcohol has the peculiar soft, heavy odour one 
detects in the hyacinth type of flower, and cinnamic alcohol is similar to 
the last named. 

Now these purely benzenoid alcohols possess soft, sweet odours 
sharply differentiated from those of the closed chain alcohols of the 
teipene series, but more nearly related to those of the geraniol series, 
although differing in a marked manner from them. How far is this 
similarity duo to the combination of a closed chain radicle with a 
normal aliphatic alcohol ? The geraniol series, be it rememliered, are 
aliphatic in constitution, but so unstable as to be easily converted into 
cyclic compounds. 

, Jhe last class (5f alcohols to which reference need be made, is that 
of the sesquiterpene alcohols. The sesquiterpenes have a much higher 
molecular weight and complexity than their relations the terpenes. 
Their odours are not very powerful as a rule," but they are all sharply 
differentiated from those of the terpenes by being what may be called 
heavy. 

It is, however, in the sesquiterpene alcohols that this marked differ¬ 
ence in odour is accenuated. Take the cases of santalol, Cj^Hj^O or 
; oedrol, 0 ,;,H 2 ,i 0 ; patchouli alcohol, Cj,,H 2„0 ; guaiol, C, 5 H 2 ,. 0 ; 
and numerous other compounds of this typo. Their ixlour is intense, 
heavy, and lingering, to such an extent that they naturally fall into that 
category of odours which, in the common parlance of perfumery, one 
terms “ Oriental,” and perfumers would naturally turn to this group of 
alcohols when devising heavy Oriental perfumes. 

Before dismissing the alcohols, we may revert to the pure open chain 
alcohols for a moment. After a certain degree of complexity in the 
molecule has been reached, say, with the seven carbon compound (heptyl 
alcohol), the aliphatic alcohols up to, say, duo-decylic alcohol, possess 
intense odours having no apparent relationship with the slight odours of 
the first two dr^three members of the series. These odours are of a fruity 
nature, and stand quite by themselves as alcoholic perfumes. They are 
so Intense that, unless used in mere traces, they will ruin any perfume 
of which they are constituents. 

There is stiff a giunp of compounds in which the —OH group is 
present, namely, the phenols. T^ical of these (and their ether’s) are 
thymol, carvacrol, eugenol, safrol, and anethol, all of which possess odour’s 
not easily relegat^ to any of the previously described classes. . 

As a consideration, then, to be studied if odours arS ever to b6 satis- 
(a^orily classified, we may divide alcoholic odour’s into the following 
matif classes;— 

1. The fruity odours of the higher fatty alcohols. , 

2. The soft, rose-like and similar odours of the di-olefinio alcohols of 
the geraniol type. 

3. The soft, heavier odours of the cyclo-substituted aliphatic alcohols, 

such as benzyl and phenyl-ethyl alcohols. • 

4. The sharp (camphor’aceous ?) odours of the terpene alcohols of the 
rorneol type. 
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5. The heavy “ Oiiental ” odours of the sesquiterpene alcohols. 

6. The phenolic odoui-s. 

The question of esters is, in general, a much more simple matter, 
because the fundamental points of difference existing in the various 
alcohols are, to a \ory great extent, preseiTed in tlfeir oon-esponding 
esters. Series of esters vary, of course, in two principal methods-- 
either the alcohol rises in the homologous seri(!s or the acid radicle doe's. 
Thus we may have the following series of esters- 

Ceranyl formate 
„ acetate, 

,, jnoprionaU!, 

,. butyrate, 

,, valerianate, 

where the alcohol is constant and the. acid radicle is progressive. Now 
all these esters have odours which are clearly referable to the rose- 
geranium tjpe. Hut if a carefid comparison of the .odours he made, it 
will be clearly ajtpreciated that there is a definite piogiossion ol'the* 
“ heaviness ” of the jierfurat! as the series of esters is ascended. At the 
same time it will be found that the essential type of the odour—that of 
rose, or rose-geranium—has not altered. The inference, therefore, is ir¬ 
resistible, that the dominant odour is a function of the molecular con¬ 
stitution of the alcohol, whilst the van’ing shade of the odour depends on 
the acid radicle. The above example is, of course, merely typical, and 
it will he found that the same considerations apply to nearly anv—if not 
to all—well-dciined series of esUn s of this character. 

If we examine a series of esters in which the acid radicle is constant, 
whilst the alcohol rises in a homologous series, we shall find similar 
results. Huch a .-.eiies. all three of which are commercial articles, are 
foi' example: - 

Methyl saliet late. 

Ethyl .; 

Amyl 

Here, again, the tyj)ical sharp, light odour of wintergreen or methyl 
salicylate becomes a “ heavier ” odour, but still resembling wintergreen, 
in the eth) tester, whilst in the amyl ester it has become stifl heavier, and 
recalls the orchid ty])i! of (xlour. 

We may also examine the case ol the aldehydes containing the 
—CO—H grou)), which, after all, is merely a special type of the ketone 
complex, —CO—, so that the two series of bodies maf cenveniently be 
discussed together. It is an undoubted fact that a large numlxir of bodies 
containing this grouping, R—CO—H' where R may be a radicle and R' 
either, another radicle or hydrogen, do possess powerful odours. But 
one nfust guard figainst placing too much importance on a given mole¬ 
cular complex as lieing responsible for the odour of a compound. Tha 
necessity for this limitation must be apparent to anyone who hiI6 Ex¬ 
amined, for example, the attempt of Witt to establish a theory of colour 
as related to chemical constitution. 

This chemist attributed dyeing projrerties to the, simultaneous 
presence in the molecule of two classtis of atomic groupings, which he 
teamed {») chromophors, or groups which predispose to colour, such as 
the -nitroso and nitrogioups, and (6) auxochromes, or groups which 
intensify the colour, such as the —OH and --NH. groups. 
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It is not necessary to discuss this theory, but it is sufficient to suy 
that it will not stand careful testing, and it would Im> equally dangerous 
to timt given atomic groupings as being tbe specific odour-bearers in a 
given compound. , It is quite certain that the whole of the atoms in a 
given compound have a definite influence on the question of odour, 
although probably given gioujnngs are more powerful in that direction 
than othei-s. 

Kevgting then to the aldehydes and ketones as odour-bearei's, we 
find, just as in the case of the alcohols, sharp differences are to he found 
in the various series one may consider. For example, the higher alde¬ 
hydes of the tally s(>ries, say from heplvlic aldi'hyile up to tetradecylic 
aldehyde, have llu; most intense odours of all the known pi'vfume bodies. 
They are all very similar, somewhat fruity, hut rather nondescript, and 
so intense that they can only he used in very ininute amounts in any 
comitosilion. The tildelyides of the geianiol series, citral and citronellal, 
fall ualtirally, from an odour ))oint of view, into a class of their own ; 
^intUthe same may* he said of the hemtaldehyde sm ies, and of phenyl- 
ethj 1-aldehyde and its rtdations. In all these cases the odour of the 
various types of aldehydes falls more or less,coni))letely into its own class, 
as determined by its chetnical relationships. Similarconsiderations ajqdy 
to the ketones, when it can he at otice noticed that the substitution of 
the K—(j() -H group pieseiit in aldehydes, by the E—(10 -E' greu]) 
characleristie of ketones, pioiluces a marked ditl'erence in the quality of 
the odour. To a trained nose most iildehydtis havi! an odour sufficiently 
distinct from that'of most ketones to enable one to fairly speak of 
•‘aldehyde” odours and “ketone" odours. 

The following groups of compounds will he described in the present 
chapter:— 

1. Hydrocarbons. 

2. Sesquitor])enes. 

d. Alcohols. 

4. Esters. 

;j. Aldehydes. 

(i. Ketones. 

7. Phenols and phenolic compounds. 

8. Oxides and lactones. 

9. Niti'Ogen compounds. 

10. Sulphur 

11. Free acids. 

I. HYDROCARBONS. 

llurT.tNE. 

• • 

The aliphatic hydrocarbon heptane, OjHjj, has recently been dis- 
Eoijpufd as a constituent of the oil obtained by the distillation of the 
resinous exudation of Pinits Sahiiimm, Pitiuti Jeffnyi, and a few other 
essential oils. It is a highly volatile liquid of specific grawity 0'688 and 
Ixiils at 98° to 99°. It has, prolrably, the lowest specific gravity of all 
liquids, found fiaturally in essential oils. 

Etvbolenb. 

Styrolene, CsH,,, also known as styrol, is phenyl-ethylene, of the oon- 
• stikution 
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HC;r^'^CH 

I; ; 

C.C!H:CII, 

It is a very aromatic oil, useful in some bouquets, and is found 
naturolly in storax and other Ixilsamic substances. It is prepared by 
various methods, amongst them being the heating of cinnamic acid with 
lime to 200°, It is a colourless, highly refractive liquid hat-ing the 
following characters :—• 

Specific gravity. 0-9074 

Refractive index. 1-5403 

lloiling-point.140" to 145“ 

It yields two sets of halogen derivatives, the a-derivatives—for example, 
bromostyrolene, (yL.CH: OHBr—and the )8-derivatives, such as 
CiiHr.ClIr; CIIj, The )8-products are useless in perfumei-j-, but the o-‘ 
products are highly odorous bodies, jiossessing a })owerful odour of 
hyacinths, o-chlorostyi-o1eue‘is ohtainwl by the action of caustic alkali 
on dichloi-ethyl-benzene, o-bi-omostyrolene is obtained by Ixiiliug di- 
brom-hydrocinnamic acid with water, o-chlorostyrolene toils at ISIO’, 
and a-bromostyrolene melts at 7“ and boils at 220°. 

Styi-olene yields a dibromide, LJL,. CHBi-. CHjBr, melting at 74° 
to 74-5“. 


DlI‘IIENyL-MKTH.\NK. 

This hydrocarton, . CH^. is a synthetic liody, with an odour 
which is in the main that of geianium leaves, but which also has a sug¬ 
gestion of oranges. It has lately come into considerable vogue, together 
with the corresponding liody, diphenyl-oxide, as the basis of artificial 
geranium oil. It can be prepared by treating benzyl chloride and benzene 
with zinc-dust; or from methylene chloride, benzene, and aluminium 
chloride; or by the reduction of benzophenone with zinc-dust. It is a 
ci-) stalline body melting at 26-5°, and boils at 261°- 

Tekpenes. 

The tei-penes proper are mostly volatile liquids—rarijly solids—all 
having the formula they form the principal portion, from a 

quantitative point of view, of an enormous number of essential oils, but 
rarely Jiave any great odour value. They are easily decomposa'ble, es¬ 
pecially under thb influence of air, moisture, and light, and it is the 
decomposition of the tei-penes in an essential oil, due to age or faulty, 
storage, which is the most frequent cause of the oil spoiling. Sinoe%f6st 
terpenes toil, within a comparatively nai-row range, it "is somewhat 
difficult to separate them in a state of purity. Even when converted 
into crystalline compounds from which the teipene is regenq^ted, there is 
a possibility of molecular rearrangement, so that the regenerated terpene 
may be different from the original. Hence the fact that numerous 
terpenes have been described from time to time, which are in reality im¬ 
pure. forms of a well-known terpene with traces of some other body. 
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This is especially true of pinene which has been described under 
ipiine'rous other names. The ease with which molecular lean-angement 
takes place in many teipenes, renders evidence of constitution based on 
analytical reactiojis of these bodies of doubtful value, and it is only in tlie 
case of those teipenes which have been synthesised that their constitution 
can be i-egarded as definitely settled. 

The type substance upon which the nomenclature of the teipenes is 
based ig hexahydro-p-cymene, which is termed p-menthane, the carlwn 
atoms being numbered as shown in the following formula:— 

, CH.,—GH„ 

r 1 ■ “ ■ 

CHj—CH/ 

' CH„—CH, 


* / 

/ 


CH- 


s yOH, 
-CH< 

Id 


which is called p-menthane, and this is nunibeied as shown. Following 
the.usual niles of themical nomenclature, the examples lielow are readily 
undcretood:— , 


CII.CH^ 

CHj. Cf >011—CH< 

\CH.,. CR/ \ 


CH, 

ClI., 


containing one double linking, is A *-p-menthene. 


CHj.C: 




'"CH.,. CH, 


/ 


CH- 


.CH, 

<CH. 


or limonene, containing two double linkings, is A * *(")-p-menthadiene. 

/.CH. CHo. ,CH. 

CH,. cf )CII. C(OH)( 

\ch.,.ch/ Nch, 


or teipineol is A ’-p-menthenol (8), the (8) refen-ing to the ol, or hydroxy 
group. 

The abbreviated nomenclature of the compounds of the ortho- and nuta- 
■series follows the same rules. For example;— 


UHjs. d 

>C(0H) — CH - CH 
CH,/ ' \ 

'"cHj.ch/i <^CH 


\ f, u ' 

CH»—CH., 


is A “-o-menthenol 8. 


CH = C — cf 

/■ \H‘' 

CHj. CH( > <2^02 


CH. 


!— 


i 


A 2*®*(*)-m-menthadiene. 
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PlNENE. 

Thcie are three distinct terpenes known under this name, namely, 
a-])inene, y3-])inene, and isopinene. It must be emphasiged, however, tliat 
they are all of dilTereut constitution, and the cnstomary nomenclature is 
ill-chosen, as they should be known by entirely different names. 

Pinene in one form or another has been described under unmerons 
names, such as teiehenthene, austmlene, eucaljpteue, laurene, oliht;ne, and 
massoyene, all of which are more or less impure forms of a-pinene or 
^-pinene. 

a-))inene is the most commonly occurring terjame found in nature, 
and. according to most modern vitnvs, has the following formula:— 



CH, 

1 


1 

C 

HC « 

(TJ 



iU' 

CH, 


(!H 


tt-plnene is an optically active teipene, which ocoui's both in the dextro¬ 
rotatory and the laevo-rotatory forms, hut is not found in the inactive 
form, except as a mixture in tine()nal tpiantities of the two active forms, 
w ith a varying sjjeeilic rotation. 

It is obtained from American turpentine as dextro-tt-pinems or from 
French tuipentine as laevo-a-))inen<!. It is also obtained in a very pure 
form as dextro-a-pinene from Greek oil of turpentine. Optically inactive 
n-pinene can he obtained by regeneiation from the nitrosochloride. The 
purest specimens of a-pinene yet obtained have the f^lfowing char- 


acttn-s:— 

DiiXti'Ost-l'iiiejK!. Liw-vo-o-I’iuriie. 

Boiling-point.155° to 150° 155" to 160° 

Specific gravity at 15° .... 0*864 * 0*805 

Itcfractive intlex to gO" .... 1*4650 * — 

Specific rotation.•)■ 48*4° - 48*0° 

Optically inactive a-pinene can lie obtained by heating o-pincne 
nitrosoehloride witli aniline.* It has the following characters:— 

Boiling iioint.155° to 150' 

Specific gravity.0*862 

Itefroctive index. 1*46553 

Optical rotation.±0° 


Wallach" has also obtained laevo-o-pinene by heating nopinol-acetic 
acid in a current of hydrogen. " 

fi-pinene forms a number of well-defined crystalline compounds, 
several of which sene for its identification. Of these one of the best 


■ ' Wallacli, AmaUv, 252, 182 ; 258, 343. 


■‘im., 368.1. 
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known is the nitrosoohloride. This body was discovered by W. A. 
TiJden, who prepaied it in the following manner: The piuene is dis¬ 
solved in two to three times its volume of petreleum ether, cooled to 0", 
and an 8 per cent, solution of nitrosyl chloride in equal volumes of 
petroleum ether and chlorofonn added with constant stimng, care Ixiing 
taken that the temperature is ke))t as near 0° as possible. When the 
reaction is over alcohol is added, and the crystalline precipitate is 
separated, washed with alcohol, and dried at 50'’. The melting-point of 
the compound is usually given as 103°, but by careful crystallisation from 
a chloroform solution it can bo raised to 115°. It is jrossible that the true 
melting-point is about 109°, and that higher figures may be due to decom¬ 
position into nitroso-pinene. Tilden stated that only very small yields of 
the nitrosoohloride, which is optically inactive, could be obtained front 
a-pinene with a high optical rotation: the lower the optical rotation of 
the pinene used, the higher is the yield of nitrosochloride obtairred. The 
forurula for pinene-nitrosochloride has been assumed to be C..,lI„;NOCI. 
but •Baeyer showed it to be a bimolccular compound of the formula 
((!j,rFI|,.,NO(!l) 2 , "and always consists of equal qirantities of the nitroso- 
L-hforides of the two ojrtically active fonns o( a-jriitene. TJtmce its optical 
inactivity. Whore the jrinone, front which it is derived, is highly 
optically active, that is, contains much excess of one of the optically 
active forms, the nitrosochloride of that active form is the result of the 
reaction. This Irody, however, is very urrstable and tends to become 
inverted to ojrtical inactivity, but during the inversiott so much heat is 
liberated that the bulk of the rritrosochlor’ide is decomposed. This, 
then, is the explarration of the fact that the yield of nitrosochloride is irr 
inverse ratio to the optical activity of the a-pinene. 

In the preparatiorr of the nitrosochloride, Wallaclr proposed to vrse 
pinettc in glacial acetic acid and amyl nitrite. Ehestiidt has recently 
proposed the following method, which is very simple and yields excellent 
results : The pinene (or oil of turpentine) is diluted with its own volume 
of ether, the solution cooled with ice, and the gas gerrerated by dropping 
a saturated solution of sodium rritrite into concerrtrated hydrochioi'ic 
acid passed through the solutiorr. Fine crystals of pirrene-nitrosochloridc 
soon commenrje to separate out. Bchirnmel & Co. obtained the followurg 
yields of nitrosochloride by the nrethods quoted ;— 


I K^itatioii of 
! I’itienc. 

Per Cent. (Tildeu). 

• 

• 

Per (Vnt. {Wii11im‘Ii). 

Pit Out. (Kliestafit). 

+ Jl” 10' 

30 per cent. 

80-31‘4 per cent. 

37'5 per cent. 

+ 40'.23' 

— 

4 

i-0 „ 

- 88° 42' 

— 

9-11 

. 10 - *. 

+ 0° 

1. 

— 

20 

22 


• • 

Nitroso-pinene is obtained from pinene-nitrosochloride by the action of 
alcoholic potash, • 


CjoHibNOCI + KOH = C,„H,jNO -f KCl + HjO. 
Nitrosb-pirrene may be prepared for identification purposes as follows; 
To a solution of 12 grams of sodium in 30 c.o. of 90 per cent, alcohel, 
100 grams of pinene-nitrosochloride ar'e added. The mixture is boiled 
on a water-bath, under a reflux condenser, until the reaction is complete. 
• VOL. II. 
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Water is added, the clear solution filtered from insoluble impurities, 
and the filtrate poured into excess of acetic acid. The nitroso-pinene 
separates as an oil which solidifies to a yellowish mass in a few days. 
This is broken up, washed with water, and dried on a-.porous plate. It 
can 1» i-ecrystallised from acetic ether, when it is obtained in the pure 
condition, and then melts at 132°. 

Pinene-nitiosochloride forms a series of compounds with various 
l>ases, such as propylamine, amylamine, benzylamine, etc., known as 
pinene-nitrolamines. If two molecules of benzylamine in alcoholic 
solution be allowed to act on one molecule of pinene-nitrosochloride, 
pinene uiti'ol-henzylamine separates on the addition of water, and on 
I'ecrystallisation from a mixture of ether and alcohol, forms beautiful 
rhombic crystals melting at 122“ to 123°. Hanfro-a-pinene and loevo-a- 
pinene yield the same optically inactive nitrolaraines. The corresponding 
nitrol-piperidine melts at 118° to 119". Wallach coiisidere the formula for 
the nitrolamines to be— 




NO 

NHB 


whilst Baeyer considei-s them to l>e hi-molecular and to have the 
formula— 

NHli RHN\ 

An important compound for the identification of pinene is the hydro¬ 
chloride C,„Hj„H01, a body once known as artificial camphor, on account 
of its oilour being very similar to that of natural camphor. This body 
is obtained by saturating well-cooled jjerfectly dry pinene with diy 
hydrochloric acid gas. If the reagent is moist or the temperature Iw 
allowed to rise, the terpene molecule suffers rearrangement and some 
dipentene dihydrochloride is formed. Pinene hydrochloride is a volatile 
substance, having a camphor-like odour, and melts at 127°. The optical 
properties of pinene hydrochloride are peculiar. Wallach states that the 
hydi’ochloride from tocro-pinene is laevo-rotatoiy, whilst that from dextro- 
pinene is optically inactive. Long,* however, has shown that this is 
not coiTect, and in this has recently been fully confirmed by Tsakalotos 
and Papaconstautinou.- The laevo-rotatory hydrochloride prepared hy 
Wallach had a specific rotation - 30'7°, and the last-named chemists 
have prepared numerous samples from dea-fro-pinene, whose specific 
rotation varied only betw'een + 33° and -I- 33‘4° 

Pinene hydrobromide, (!,|,H,|iHBr, is prepared in a mannen similar 
to that deacril)edifor the hydiwhloride. It melts at 80° and has a specific 
rotation of about -p 30° or - 30°, according to the rotation of the pinene 
from which it is prepared. 

Sometimes, on account of the difficulty in preparing the nitroso- 
chloride froiii a highly active a-pinene, it is necessary to examine the 
oxidation products before it is possible to come definitely to a conclusion 
as to the piosence or absence of the hydrocarbon. Pinene yields numer¬ 
ous acids as the result of oxidising processes, so that the method of 
preparing the product to be examine must be rigidly adhered to if 


* lour. Anitr. Cltctii. Soe., 21, 087. de Phann. et de Chim., 1916, 97. 
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useful results are to be obtained. The terpene is tiansformed into 
yinobic acid, CidH,„Os, in the following manner: A solution of 233 
giams of potassium permanganate in 20(X) c.c. of watei' is placed in a 
flask, and an emulsion of 100 grams of the hydrocarbon in 600 c.c. of 
water is gradually added in small portions. The mixture is kept cool 
by means of a cun'ent of cold water, and shaken continuously. Th(! 
oxidation products are then treated as follows: The liquid is filtered 
from tqanganese oxide, and evaporated to about 1000 c.c., saturated 
with carbon dioxide, and the neutral and unaltered compounds removed 
by extraction with ether in the usual manner. The cnide pinonic acid 
is separated from its potassium salt by sulphuric acid and is then ex¬ 
tracted with ether. It j8-pinene be pi-esent, nopinic acid wdll be present 
amongst the oxidation products. This forms a highly insoluble sodium 
salt, and is removed in this form. 

There appear to be either several isonierides of pinonic acid, or such’ 
closely related oxidation products as to render the purification of the 
acid a matter of gfeat difliculty. The characters of the dextiv- and laero- 
rotatory forms of this acid have, however, been settled by the researches 
of Barbier and Grignaid * and Schimmel Co.- 

By oxidation of rf- and f-pinene of high rotatoiy pow(‘r, Barbier and 
Grignard obtained the optically active foms of pinonic acid, f-pinene 
from French turpentine oil (boiling-point 155” to 157°, a„ - 37'2”: 167° to 
160°, oi) - 32‘3') was oxidised with permanganate. Frem the product 
of oxidation, which (after elimination of the volatile acids and of nopinic 
acid) boiled at 189° to 195^ under 18 mm. pressure, f-pinonic acid separ¬ 
ated out in long crystalline needles, which, after recrystallisation from 
a mixture of ether and petroleum ether, melted at 67° to 69°. The 
acid rvas easily soluble in water and ethei-, fairly soluble in chloro¬ 
form, and almost insoluble in petroleum ether. Its specific rotation is 
[oj -- 90‘5° in chloroform solution. Oximation produced two oximes; 
one, laevo-rotatoiy, melting-point 128”; and the other, dextro-rotator)', 
melting-point 189” to 191°. 

14“ 

d-piuene from myrtle oil (lx)iling-poiut 155° to 158°; d 0'8635; 

Wo 1'46977; (jiji, -h 39‘4”) yielded upon oxidation a mixture of racemic 
and d-pinonic ecids. The latter melted at 67” to 68" and showed the 
same properties as the acid described above, except as regai-ds its specific 
rotatory power, which was found to be [oJ„ -f- 89'0”. By mixing the two 
active pinonic ayids the inactive form, melting-point 104", was obtained. 
Oximation pi'hduced the two oximes corresponding to the above. A pre¬ 
paration obtained by Tiemann from a-dihydroxy-dihydrooampholenio 
acid by^means of distillation, and described as f-pinonic acid (melting- 
point 98” to 99°; oxime melting-point 147°) possildy sepresents, accord¬ 
ing to Barbier and Grignard, a stereo-isomeric acid. 

• .^himmel & Co. have published the following method, based on the 
oxidation of a-pinene to pinonic acid, and j3-pinene to nopinic acid, for 
the identification of pinene in mixtui'es, such as, for Example, with 
limonene in the case of lemon oil: Five c.c. of the oil or fraction of the 
oil containing pinene is shaken with 12 giams of powdered potassium 
permanganate, 2-6 c.c. of sodium hydroxide, and 700 c.c. of iced water^for 
about three hours. The mixture is then saturated with carbonic acid gas and 

‘ Comptes rndni, W (lt08), S9T. ‘‘Beporl, April, 1909i 120. 
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distilled with stoam to remove any unoxidised products. After filtration 
the liquid is evapoiated in a curi-ent of carbon dioxide to about 200 c.c. 
and repeatedly extracted wdth chloroform to remove impurities. Gradu¬ 
ally, on further evaporation, a crystalline incrustation appeare, which is 
])rincipaliy the highly insoluble sodium salt of uopinic acid, the oxidation 
product of y8-pinene. This is sejsirated by means of a suction filter and, 
treated with dilute sulphuric acid, when nopinic acid, C|„Hi„ 03 , leadily 
separates out in ci'ystals which melt at 125“, If nopinic acid be oxidised by 
jmssing a cunentot steam through watei' in which the acid and lead per¬ 
oxide ai-e suspended, the ketone, nopinone ('(.Hj/), is piodueed. This 
substance is a liquid ketone of unmistakable odour, forming a seniicaiba- 
sone molting at 18H-.5", The oxidation ])roducts of a-pinene remain in 
the mother liquor after filtering off th(‘ sodium nopinate. At present, 
liow'evcr, no satisfactory method has Ixjen devised for separating this, 
unless it l)e iiresent in a comparatively lai-ge amount, when its semicarba- 
zone can l)C pixqmred, which melts at 204“, 

The hydration product of a-pInene is pailicidarly interesting, ,lf 
pinene be allowed to remain in contact with dilute mineral acid for some 
time, at oi-dinai’j’ temperature, teipin liydi'ate, -t-11,0, is 

formed. The best method for the piepajution of this laxly is as follows: 
A mixtui-e of H jxirts of pinene, 2 parts of alcohol, and 2 ])ai1,s of nitric 
acid, of specific gravity 1'250, is placed in a flat evaporating basin, .After 
standing for several days the liquid is join ed off from the ciy stalline crust 
which is formed, and neutralised with alkali, when a second crop of 
crystals is obtainwl. The successful jn eparation of this compound dejrends 
largely on the temperature of the atmosphere, and the best yield is 
obtained during the cooler jiart of the year. Teipin hydrate, which also 
results Irom the oxidation of linionene and dipentene, under suitable con¬ 
ditions, ci'ystallises from alcohol in transparent, well-defined monoclinic 
prisms, soluble in 200 parts of cold water and in 22 fiai ts of toiling water. 
It melts at 116“ to 117“. When distilled, or dried over sulphuric acid, 
anhydrous teipin is formed. This body, ('„FIij(OH),, melts at 104° to 
105°, and probably has the constitution indicated below, which suggests 
that it is the hydrated compound of eineol or eucaly|)tol:— 




CH, 


GOH 


H,e 

jHoC' 


CH., 

CH» 


COH 

■ia 

/\ 

H,C OH, 

Terpin. 


H,Ci 




'|0H, 


JOH, 


0 


c 

L 

/\ •- 

H,C CH, 

Uineol. 


jff-pinene, which is also known as nopinene, is found associated with 
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a-pinene in turpentine oil, and in uumeious other terpeue-contuiuiug 
essential oils. The pioperties of yj-piuene, in as pure a state as it has 
Ixien obtained, are as follows:— 


N.atumi, (8-I’inknk (fkom Hvssor Oir,). 


Boiling-point 
Specific gravity 
tf^tical rotation 
llefraotive index 


104'’ to 100" 
•0-805 
- 19“ 29' 
1-4755 


Tli<! artifioially obta 
followiiii' charactf-rs:— 


lied terpiii, })ieparud as described below, has the 


Boiling-point . 
Spociiic gravity 
Uofractive index 
Optical rotation 


( 1 ) 

102“ to Kir 
0-800 
1-4721 
- 22 ’ 20 ’ 


*/I-pinenc has the fc 


i||()wiii}{ constilut: 


CH., 


|! 

c 



(i) 


102" to 108 ’ 
0-8075 
1-4749 
- 22" 5' 



Wallach ‘ has prepai-ed this teipene artificially in the I'ollowiiif' luauner: 
The startiiif'spoint for the ])reparatiou of the hydrocarbon was the ketone 
iiopinone, whteh is the oxidation jiroduct of nopinic acid, which itself 
results from the oxidation of j8-pinene or nopinene. By treating no- 
pinone with hromacetie acid in the presence of zinc-dust, the ethyl ester 
of nopinolacetio>acid was obtained. This body, on dehydration by means 
of acetic anliydride yields, together with other products, ;8-pinene, which 
has the character given above. 

/8-pinene does not yield a nitrosochloride. By treatment with dry 
hydrochloric acid it yields a mixture of Ixirnyl chlonde and dipentene 
dihydrochloride. The terpeiie is best identified by oxidation to nopinic 
aoidr as described under a-pinene, or, when existing in more than very 
small quantity by the following method of procedure:— 

Three parts of the oil or fraction containing much j?-pinene is well 
shaken with a solution of 7 parts of potassium permanganate in 90 parts 
of water, with 1-5 parts of caustic soda. When reaction is complete, the 
product is steam distilled, and the residue, after removal of unaltered 
products, filtered from the manganese clxide. The filtrate is reduced to 

■ ' JniutleH, 245. 251. 
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30 parts by evaporation, and the nopinate of sodium separated by cool¬ 
ing the liquid. Excess of dilute sulphuric acid is added, and the nbpinic 
acid so released is extracted by benzene, from which it crystallises in 
hue needles melting at 125° to 127°. The identification^can be completed 
by the further oxidation of the nopinic acid to the ketone uopinone. Ten 
grams of the nopinate of sodium are dissolved in 100 c.c. of boiling water, 
and a solution of 3 grams of potassium permanganate in 75 c.c. of water 
is added, and then 2 grams of sulphuric acid in 20 c.c. of watqr. The 
ketone is obtained from the reaction mass by distillation with steam. It 
yields a semicarbazone melting at 188° to 189”. 

Varou' considers that a-pineno and /8-pineu(? exist in the following 
approximate proportions in French, .American, and Gei-man tuipi'ntine 
oils:— 


French Oil. 

[a]j Per Ceiil. 

a-pineno.- 63 

3 'piuone.-* 37 , ^ 

Amciicnn Oil. ‘ 

Uutiition [o]j P»'i' C’cut. 

a-piiiciic.4- '2A"' 73 

0 piuCDi‘.“ iy'3® 27 

(.lemian Oil. 

Ilotatiou [a]j Pfi* CV'iit. 

a^pinciiH.+ 7’5® 72 

jS'pinone.- 28 


Isopinene is a name which has been applied to at least two terpf'iies. 
Of these the earliest so-named is that isolated by Aschan ^ by decompos¬ 
ing the liquid chlorides obtained in the process of preparing pinone 
hydrochloride, by the action of bas(;s. He thus obtained a hydrocarbon 
which he termed pinolone, 0,||H,„, boiling at 145“ to 146°. By converting 
pinolene into its hydrochloride, and then removing the hydrochloric acid 
by means of aniline, he prepared a terpene, which he termed isopinene, 
boiling at about 156°. Both terpenes yielded a hydrochloride melting 
at 36° to 37", which appeared to be identical. 

Further investigations showed that the two hydrochlorides are 
identical in all respects. Moreover, pinolene is not a fyngle body, hut 
a mixture of at least two hydrocarbons which the author has called a-and 
jS-pinoJenes. The separation of the two isomerides may be effected by 
the action of potassium permanganate at 60° to 80” 0.: a-pinolene is 
completely destroyed, whilst the ;8-isomeride peiuists. ’ * 

p- 2 >itwlene has the following characters:— 

Boiling-point.112 to 141" 

Optical rotation.- 1 - 0° 28' 

Spedtic gravity.0‘8588 

Refractive index.1'4477 

Its molecular refraction is 42'37, appearing to indicate a tricyclic 
compound, whilst the value calculated for a tricyclic body is 

41-83. 

^-pinolene, when saturated in ethereal solution with dry hydrogen 
chloride, at 15° C., yields a very readily liquefiable hydrochloride, melting 
at 25° to 26° C., which does not appear to be identical with the hydro- 

Cbmptes rendus, 149 (1909), 9J7. ^Pirichte, 40 (1907), 22S0. 
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chloride obtained from crude pinolene. Aniline converts it into pure 
isopirietie. 

The isopineiie used in subsequent reseaiohes was obtained by frac¬ 
tionating; the pinjlene boiling at 144° to 146° C., a mixture of the a- and 
jS-isomeinde, then treating it with hydrogen chloride and removing this 
acid by means of aniline. The hydrocarbon obtained was purified by 
oxidation with permanganate in acetone solution. It possesses the follow¬ 
ing constants:— 

Boiling-point.154° to 156" 

on® 

Specific gravity. 0-8677 at -j;,- 

Optical rotation.+ 2° 30’ 

Ttcfractive index.1 -47055 

When purified by convei-sion into its hydi-oohloride and regenerated 
by means of aniline, its pi-operties were practically unaltered, as follows:— 
Boiling point J.164-5" to 155-,5‘' 

' Specific gravity. 0-8658 at 

• a 

Optical rotatiou.+ 2*61® 

[{.efraotivo index.• . . . 1 *47025 

Ac(;onliiig to Aschan the. tormula lor isopinene is— 

CH 


hi;,’ „c.cii, 




H.,Cl 


.oil 


CH 


w hich is the formula pioposed by Wallach for fenchene. Tbe relationship 
of this body to Wallach’s fenchene is still a matter of uncertaintj-, and 
requires furtfiej- investigation (see vide under Fenchene, p. 44). 

Zelinsky,* apparently overlooking Aschan’s isopinene, has improperly 
appropriated the same name to a quite different terpene. 

He prepared this in the following manner 

• * OAo 

f-a-pinene (boiling-point 155° to 155’5°; d -^o 0’8687; [a]„ - 43’8r ; 


>-4652) in absolute ethereal solution was allowed to react with 
palladium black. After a few hours hydrogen was passed into tHp liquid 
at ordinary temperature, giving rise to a tei-pene possessing the following 

constants: boiling-point 158-5° to 159-5°; d 0-8573; [a]„ - 38-09°; 


1-4641. It does not form a crystalline hydrochforide or nitro- 
chloride. Zelinsky assumes that a-pinene first absorbs hydrogen, under 
formation of hydropinene, and that uopinene results from the latter, 
according to the following formulas;— 


’ lierichte, 44 (1911), 2782. 









40 


THE CHEMIbTBY OF ESbEINTlAIi UILH 


C. CH, 


OH. CH,, 



// ' 






HO, 

[ 


'\CH 
■ 1 

ILO 

i , ' , 

jOH 

HjO' 

lEcl 


1 

1 


(ca,),c 




1 

'oil 

ILO' 


OH., 

H„c'^ 


1 



/ 


- N 


C.(H, 

\ 


((;h,),c 

i • 


CH., 


I 

CH 

a-Pinoue. 


'Tf 

Hj’daij.iiiwR- 


CH +H+P(l 
/sopinenp. 


The behaviour of d-piiieui- towards jralhwliuiii black is very differetit 
when it is exposed for a period of four weeks to the‘action of hydi-Qgen. 
under very low 'vessurc. In this case it yields li\droi)ineiie (Iwilino- 
20° 

jmint 1G7"5° to Kib <i j-,. 0’85l)7. |a „ - 1!)'84°; ii . i -Kiiibt. 


Ellil KKK. 


Piipene is a te oene, which may be a ch- ’iiiciit inuividiial, hut which 
may be an impure terpene not yet definitely ohardctonsfsl. It was 
rso/affwl from the turpentine of the " Western iir," by Fiankforter and 
I'lury,' who found it to have the following physical characters:— 

Boiling-point. 152" to ISi-ri" 

Speoiflo gravity.al :iO'’ 

Itefraotive index.i-17a!)9 

Specific rotation.- dT'a" 

It yields a crystalline hydrochloride nieltnif' at 130' to 13T', This com¬ 
pound is much more easily volatilised than pinene hydrochloride. With 
chlorine it yields a dichlor-lirpene hydrochloride, whilst pinene yields no 
similar compound. It also yields a crystalline hydrobromide melting at 
102". No crystalline nitrosochloride has been propai-etl.. “The melting- 
points of the halogen compounds are Irnrely sufficient to prove that they 
are not mixtures of pinene and other hydrochloiides, and it is well 
recognised that the nitrosochloride is extremely dillicidt to piepaie when 
the pinene is of high optical activity. Hence further evidence is neces¬ 
sary before fiipene can be regarded as a terpene of established individu¬ 
ality. 

Camphenk. 

Camphene is the only well-recognised terpene which occuis in natyre* 
in the solid condition. It occuis, like pinene, in both optically a*ctive 
forms. The qpnstitution of this terpene has Ireen a matter of consider¬ 
able difference of opinion, and the constitution assigned to it by Semmler 
based on its similarity to bornylene was thought by many-to be finally 
accepted. Recent researches, however, have clearly established that the 
formula assigned to it by Wagner is the correct one. 

Wagner’s formula is as follows :— 

‘Jottrii. Awer. Chem. Hoc., 1906, xxviii. 1401 . 
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CH. 

II 

c 



CH.J 


The synthetic evidence in favour of this formula is now quite in¬ 
disputable.* 

Camphene ha# the followiiif; characters:— 

Melting-pfljnt.50" to 62“ 

Boiling-poiul.159° „ 1<>1° 

Specific rotation.• . . ± 104“ {sed gucerr) 

Refractive index.1'4550 at 50° 

Specific gravity... .... 0'8555 „ 40“ 

Oaniphene is extremely (liflicult to separate in tlie solid condition from 
essential oils, and it may therefore be taken for granted that natural 
camphene is rarely preyjared in the pure condition. The figure given 
above for the specific rotation is for a sample artificially prepared from 
pinene hydrochloride. 

(lamphene is prepareil artificially by the isomerisation of pineiMi w.ith 
sulphuric acid or by the withdrawal of IlCl from pinene monohydio- 
chloride, or by the action of heat in the presence of acetic anhydride on 
lx)rnylamine, which causes the witbdiawal of ammonia and 

leaves camphene, as follows : 

-1- NH,. 

h is best prepared, however, by converting tlu; alcohol, borneol, into 
bornyl chloride. The bornyl chloride is carefully dried and then gently 
warmed with*an equal weight of aniline. The mixture is then heated to 
the lx)iling-point of aniline when the reaction, which is suddenly violent, 
is quickly completed. The reaction mass is neutralised by hydrochloric 
acid and distilled over in a current of steam, (lamphene is rapidly 
condensed and solidifies to a crystalline mass. 

Camphene is not very stable at high temperatures, and w'hen kept at 
250“ decomposes to a considerable extent, yielding other lerpenes. 

The identification of camphene is best carried ou^ by its coiwersiou 
into isobomeol under the influence of acetic acid in the pi’osencn of 
•sfiiphui-ic acid. In order to effect this conver'sion, fOO gi-ams of the 
fraction containing the terpene, in substantial quantity are mixed with 
250 grams of glacial acetic acid and 10 grants of 50 per sent, sulphuric 
acid. The mixtrrre is heated for two to three hours on a water-bath to 
a temperature of 50“ to 60°. At first the liquid separates into two layers, 
but soon becomes homogeneous and takes on a pale red colour. Excess 
of water is added, aird the oil which is prqpipitated, and which containsHhe 

■Lipp, Berichte, 47 (1914k *91; Kompps, Boichte, ih'ul., 9-M; Hawortfi and 
King, Jonrn. Clum. Soc., 1914, 1342. 
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isoborneol in the form of its acetate, is well washed with water repeatedly. 
It is then saponified by heating with alcoholic potash solution on a water- 
l)atli. The liquid is then evaporated and extracted with water, and the 
residue recrystallised from petroleum ether. 

The isoborneol so formed melts at 212°, but the determination must 
be carried out in a sealed tube, as the melting-point is veiy close to tbe 
temperature of sublimation. It is, howevei-, very rarely that the 
isoborneol so prepared is free from impurities, and the melting-point will 
often be found to bo us low as 203° to 205°. It is therefore necessary to 
prepaie derivatives of the isolwneol in order to identify it with certainty. 
The compound with bromal melts at 71° to 72°. Other compound will be 
found mentioned under “ isoborimol". By dehydration by means of 
zinc chloride, isolxnneol is easily converted into camphene, melting at 
aliout 49° to 50". 

A number of characteristic derivatives of camphene ha^e l)een jire- 
])ared of which the following are the most important. 

Oamphene hydrochloride. C„|H||.1IC1, is prepared by passing •dry. 
hydrochloric acid into an alcoholic solution of camphene. When re- 
ciystallised from an alcoholic, solution containing excess of hydrochloric 
acid, it melts at 155" (or jiossibly a few degrees lower). Melting-))oints 
from 149° to 1G5’ have been recorded foi- this comjwund, but the pro<lucls 
examined were proliably not in a state of purity. 

It is possible, however, that camphene hydrochloi-ide is not a uniform 
body, but that some of the terpene suffci’s some rearrangement in the 
molecule by the action of hydrochloric acid, and that the hydrochloride 
consists of a mixture of o-camphene hydrochloride and ;8-camphene 
hydrochloride; there is, however, no evidcnct; to suggest that camphene 
itself is a mixture of two terpenes, so that the two camphenes are not 
known to exist. .Aschau' obtained an alcohol, camphene hydrate, by 
acting on camphene hydrochloride with milk of lime, a reagent which 
does not produce molecular rearrangement in the leipene nucleus. 

In the same way Iwrnyl and isoboruyl chlorides react with milk of 
lime. But, whereas Iwrnyl chloride gives an almost quantitative yield of 
camphene hydrate, ('.wboniyl chloride yields camphene with traces of 
camphene hj-drate. Camphene hydrochloride yields about equal quan¬ 
tities of camphene and camphene hydrate so that Aschan assumes it to 
be a mixture of two hydrochlorides, «- and /8-oampheup hydrochloride, 
of which the o-modilication when treated with alkalis yields camphene 
hydrate, while the )S-modification yields camphene. Assuming this view 
to be correct, bornyl chloride would consist chiefly of *a-,« and (sohornyl 
chloride, chiefly of ^-camphene hydiwhloride. 

Aschan has not succeeded in separating a- and /8-camphene hydro¬ 
chloride. 

Ca'mphene hydrobromide, C,^,|,HBr, forms well-defined cr)'stals 
melting at 133°, and the hydriodide melts at about 50°. > 

Monobromcampheue, CijHisBr, is prepared by treating a solufion of 
camphene in/our times its weight of alcohol and four times its weight of 
ether, with the equivalent of two atoms of bromine. Monobromcam- 
phene is also produced by treating camphene hydrochloride with bromine 
and distilling the product with quinoline. It has, according to .7finger 
and Klages,® the following cha^cters:— 

Annoltn, 383 I- 


iBn khtt, 29, S44. 
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Boiliog-point.226° to 227° 

Specific gravity. 1*265 at 15° 

Refractive index. 1*5260 „ 15° 

Molecular refraction.52*% 

Gaiiiphene dilfromitle, Cj„H,|,Bi* 2 , is obtained by bromination, and 
subsequent purification from the inonobromcampbeue formed. It 
ci^tallises from alcohol in colourless prisms, melting at 90°. It is liest 
formed by slowly adding bromine to a solution of camphene in petroleum 
ether, thb mixture being cooled to - 10°. 

Camphene forms a well-defined nitrite, and a nitrouitrosite, when 
treated in the following manner: .\ well-cooled solution of camphene in 
petroleum ether is mixed with a saturated solution of sodium nitrite, and 
dilute acetic acid is added. The mixtuie is well stii red, being kept cool 
all the lime. Camphene nitrosonitrite, CiiiHj^NjO-, separates and on 
lecrystallisation forms crystals which decompose at alrout J49°. The 
j)etroleum ether solution, which has been filtered off IVom this compound, 
is sliaketi with a ioncentrated solution of potassium hydroxide, which 
Vemoves camphene nitrosite, C|„nj,,N.jO.|, in the form of its potassium 
salt. When this is deconqiosed with acids it yields the free nitrosite. 
This compound is a greenish oil, with a ))l(*isaut odour easily deoomjios- 
ing when heated to 51)". 

After having separated the nitrosonitrite and the nitrosite, the residual 
solution in petroleum ether is evaporated. There then separates cam¬ 
phene nitrite, CjnHjjNO^, in line needles which melt at 60°, and Ijoil at 
147° at a pressure of 12 mm. 

The oxidation products of camphene are of considerable interest, 
hut as they vary very considerably according to the exact method of 
oxidation employed, they are not of vei*y great use in the characterisa¬ 
tion of the terpone. 

When pinene hydrodide is heated with 40 per cent, alcoholic potash 
at 170° for four hours, a mixture of camphene and a second hydrocarbon 
is produced. This body, CjdHj,,. melts at 97*5'' to 98" and has been 
termed hornylenc by its discoverer, Wagner.* It is closely I'elated to 
camphene, and Wagner proposed to term camphene /.vobornylene. It 
is quite certain that the two bodies are different in constitution, since 
bornylene on s*eduction by the method of Saliatier and Senderens yields 
dihydrobornylene, identical with camphauc. whilst camphene yields 
dihydrocamphene which is not identical with camphano. Both cam¬ 
phene and bornylene yield camphenanic and isocamphenanic acid on 
oxidation, so that they are obviously closely related. 

According lo Buchner and Weigaud,** bornylene has the constitution— 


CH 



Berichte, 33i 2121. 


s Ibid., 46. 210R. 
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Fknchbne. 

This terpeue is not found in nature, or if so, only to a very minute 
extent, possibly being present in traces in turpentine and in oil of 
Eucalyptus ghhilus. It may be prepared by reducing the ketone, 
fenchone C,„Hi,jO, to its alcohol, fenchyl alcohol, CjoHj^OH, from whjch 
the elements of water can be separated by means of potassium bisulphate 
at a high temperature, when fenchene, Cj^H],., results. It is, however, 
ceitain that the terpenc so obtainerl is a mixture of probably two chemical 
and several stereo-chemical isomera. According to Wallach * fenchene 
thus prepared is a liquid boiling at ISb” to 156°, of specific gravity 0'867 
and refractive index 1'4690 at 20°. According to Gai-dner and Cockburn 
its boiling-point is 150“ to 152°, its specific gravity 0'8667 at 18°, and its 
optical rotation - 6’46“. Wallach ^ found that when /-fenchyl alcohol 
prepared from rf-fenchonc is treated with phosphorus pontachloride, it 
yields two fenchyl chlorides, and thes(! in turn yield two fenchenes, one 
laevo- and the other </M/r«-rotatory. They are both derived from dqjitro^ 
fenchene, and Wallach designated them D-de.rlrn-(enehf:m and V-laen- 
fenchene. 

The coriesponding hydiocarbons obtained (roni /-fenchone were 
termed l)y Wallach L-d-fencheno and L-/-fenchenc, tlie capital letter 
l)eing used to indicate the rotation of the jmrent fenchone, and the small 
letter that of the terpeue. 

A terjMjne yielding isofenchyl alcohol on hj illation, which W'allacb 
considers to be one of the fenchenes, was ai-tificially prepared by convert¬ 
ing nopinone into a hydroxy ester by means of bronioacctic ester and 
zinc-dust. The hydroxy eater is dehydrated hy potassium bisulphatc, 
and so yields an imsaturated ester, which on saponification yields an acid 
from which the terpenc results by distillation. This fenchene has the 
following characters;— 


Specific gravity.0*8f>3 

Optical rotaticii.+ 16*93'* 

Itofractivo infiex.1 *4699 

ftoiling-point.15B” 


Hy using d-fenchone a D-/-fcnohene was prepared, having an optical 
rotation - 32°, and yielding a dibromidc melting at 87° to 88°. 

Up to this point no evidence was forthcoming that any one of the 
fenchenes prepared ts’as pui*e, as the optical rotation of nearly every speci¬ 
men was different. Wallach “ has, however, more recently prepared 
fenchene by treating fenchyl-amine with nitrous acid. The resulting 
teipienes were separated by fractional distillation into two main portions, 
one of which had the following characters:— 

•IJoiliiig poinl.166' to 157” 

'Optical rotation.- 39“ 12' 

Specific gravity.0*3C9 at 19“ 

Kolractivo index. 1*4724 „ 1£“ * 

This is the purest ])-/-fenchene prepared, and it yielded a dibromide 
C,„Ilj|.Br,,, melting at 87° to 88°. Wallach considers that U-/-fcncheue 
has the following constitution ;— 

‘ Amittleii (263), 149; (302), 870. » Ibid. (302), 371; (315), 273. 

^Jbid. (362), 174. 
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HjCl 


CH 

I 

I 

<'PL)j 
; IC:CH, 


CH 

Iteitjnin and Hollo' soino joars aj'o jnopared a fenoheno, which tho)- 
teinied isofencheno, hy sidittiiif,' off water from isofonchyl alcohol, fi-rf- 
fencheue prepared from f-fonchoiie in a similar maimer was found to 
have an optical rotation + 29“ 

By treating D-/-fenchone with ozone, a portion of it is converted into 
H-rZ-Tenchene. 

Kompjia and* Bosch ioj-“ now j)ro{K>so a revision of the nomenclature 
()l the ienchene terpenos, Wallach’s D-fencheuc lieing termed a-fonchene, 
1 )-/-fenclieiie hecoming /-a-fenchene, and D-d-fenchene becoming rf-a- 
fenchone. The fencheno obtained by Bertram and Helle’s method, by 
dehydrating fenchyl alcohol with potassium bisulphate, is now termed 
/f-fenchene. This nomenclature is ceitaiiily preferable as it contains no 
suggestion that the two Ixidies are identical in chemical constitution, nor 
is there any jmrticular evidence that l)-/-fenchene and li-f-fenchene are 
not the same actual terpene, and equally so in the case of D-d-fenchoue 
and L-d-fenchene. 

Accepting the later nomenclature, /S-fenchene can be prepared almost 
free from the a- variety by heating fenchyl alcohol with KHSO^. After 
repeated fractionation over sodium, j8-fenchene has the following char- 
acteis:— 


lioiliiig-poinf.. 151 " to issr 

Specific gravity.0'866 

„ rotation.. io-7“ 


On oxidation it yields hydroxyfenchcnic acid melting at 138° to 139°. 

The derivatives of fenchene are not in most cases ci’ystalline, but the 
optically active a-fenchenes form a dibromide, CijHjjBrj,, which crystallises 
well, and melts at 87° to 88°. The lucemic form melts at 62°. 

By hydration -with acetic and sulphuric acids, isofenchyl alcohol is 
formed, and this can be oxidised to isofenehone. 

The following are the characters of various derivatives of the active 
and the fticemic fonns:— 


• , Fenchene dibromide 

Crethane of isofenchyl alcohol 
Isofenehone semicarbasone . 

„ oxime 
Monobrom-isofenchoue . 
Irafencho-damphoric acid 


Meltiiig.points of 

Active Oomijound. Kacemi: Poraiiouiiil. 
87° to 88“ 62° 

100° „ 107° 94° 

221° „ 222° 228° to 224" 

82° 138° 

56° to 57" 46° to 47° 

158" „ 159° 174° „ 176° 


Fenchene is more resistant to the action of nitric acid than other ter- 
penes, and may be regarded as of particularly stable constitution. “ 


’ Jour. praM. Cliem., 61 (1900), 3a3. » Chem. Zenir. (1917), i. 107. 
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' On page 39 the possible i-elationships of isopineue and fenchene were 
mentioned. Komppa and Rosohier* have prepared a fenchene from 
a-fencho-camphorone, which they had previously prepared synthetically. 
The complete synthesis of this fenchene has, therefcjre, been achieved, 
o-fencho-oamphorone is converted by magnesium methyl iodide into the 
covi’esponding alcohol, which is dehydi-ated by distillation at atmospheric 
jjressure, yielding o-fenchene having the following characters 


Boiling-point.154° to 156° 

Specific gravity at ^.0-860 

Belractive index. 1-47045 

Molecular refraction.43-98 


It yields a hydrochloride melting at 35° to 37°, which when treated 
with aniline regeneiates the same hydrooarl)on, which is identical in all 
v-espects with isopinene. The admixture of this fenchene hydrochloride 
with that prepared from isopinene causes no depression of the melting- 
point, and Komppa regards the identity of inactive'a-fenchene and iso¬ 
pinene as established. He assigns the following constitution to a-fenchene 
(isopinene):— 

c:h 

i 

Hi;,-'' ' -CH 

' I 

H-c;! : i'c.cH, 


CH 


The latest contribution to the chemistry of this abstruse subject is con¬ 
tained in a paper by Komppa and Iloschier.- They have obtained a 
fenchene by treating methyl-/S-fenchocamphorol with potassium bisul¬ 
phate, which is the inactive form of ^-fenchene, mixed with a small 
amount of a terjiene they term -y-fenohene. ^-fenchene (idefitical with D-d- 
fenchens of \¥allach), and-y-fenchene have the following constitutions : 


CH 


CH 


(CH,).,C j 

CH, (CH,),C^ 

1 

1 

1 

i . CH, 


CH, 

H,C\ 

C: CH, H.,C 

1 

1 



\ 

/' 

■ \/' 


\ 

/ 

CH 


CH 

0*Feuchene. 


y-Fenchene. 


ClI 

'.C.CH, 


,' ‘ Atm, Acad. Set, Fmnkat, 1916, [A], 10, ill. 3-15; Journ. Chem. Soc., 1917; 
Abst., i." 466. 

^Ann, Acad. Sei, Fennieat, 1917, A, x, 16 1-15 
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Sabikenk. 

This tei'pene occurs principally in oil of savin, but lias also been found 
in marjoran, cardamom, sh6-gyu, and a few other essential oils. It is 
obtained from the fmetion of oil of savin which boils below 196°, which 
amounts to about 30 per cent, of the oil. It has probably not been iso¬ 
lated in a state of absolute purity, but its characters are approximately 
as follows:— 

Boiling-point.1G2° to 1CG° 

Speoifle gravity.0'846 

(^tical rotation. -I- (H>° 

Refractive index..1'4675 

By systematic fractionation of a large quantity of sabinene obtained 
from oil of savin, Schimmel & Co. separated the crude terpene into the 
following fractions^:— 


• 

' J*«T 


1 (Iravity. 

liotntiou. 

' 20 

lf)2° to IfiS" 

i 0-8481 

-1- 5»“ 30' 

49 

lf)3“ „ 1(14° 

0-8480 

1 C3»S0' 

HI 

164® „ 165' 

0-8482 

+ 08° 54' 


By the action of hydrochloric acid gas on sabinene dissolved in acetic 
acid, terpinene dihydrochloride is produced, melting at 52°, It no trace 
of moisture is present the monohydrochloride alone is yielded. 

By oxidising sabinene with ice-cold solution of potassium permanga¬ 
nate, sabinene glycol, C,„H,|.(OII)j, results. This body melts at 64°, and, 
together with the above-descrilred hydrochloride serves for the chaiacteri- 
sation of the tei'pene. During the oxidation there is also formed sahi- 
nenic acid, C,uH„iO„ an oxyacid which crystallises from water and melts 
at 67°. If this acid be oxidised with peroxide of lead, sabinene ketone, 
(VH„0, is formed, which is quite characteristic of the terpene. It has 
the following character's:— 


Boiling-point.213° 

Specific gravity.O-SMfi 

Refractive index. : . 1'462!1 

Specific rotation.- 18° 


To prepare sabinenic acid for the identification of the teipeire, Wallach ‘ 
operate^ as follows; 10 grams of the crude terpene are mixed with the 
theoi'etical amount of potassium permanganate in wal^r at ice tempera¬ 
ture. The oxide of manganese is filtered off, the liquid rendered atud and 
extracted with ether, and the ethereal solution shaken with caustic soda 
solution. The sodium salt is very sparingly soluble, and is precipitated, 
collected, and decomposed with dilute sulphuric acid and purified by a 
further solution in ether. It must be well dried in a desiccator before 
its melting-point is determined. Sabinene has the following constitu¬ 
tion 


M«n«leii, 357 (19«7), 78. 
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C:CH, 


HC< 


ILC; 


OH„ 

CH, 

C:CH((:9,), 


Sabiiifiiio appeal's to be, fairly closely related to thiijene (tanacetene), 
since both a-thujene and /8-thujene yield the same body, tbujane 
as does sabinerie when reduced by hydrogen in the presence of platinum 
black. 

, Oonsideiiible difference of opinion exists as to the relationships of 
sabiueue to tnrpinene, and the convereion of sabinenc into terpinene ' 
hydrochloride is to be explained by a molecular rcan-anf'e'ment, and (jan- 
not be said to lie evidence of relationship.' 

By treating; sabinene ■with formic acid at reduced tempei'atures 
Semndei' has obtained an .alcohol of the formula which has the 

following chaiactej s; - 


Boiling-point at 11 niiii.!).3‘' to 00 

Specific gravity at 00".O'OOfl 

Itofractive index.1'4803.0 

Optical rotation.+14' 


.This alcohol is probably identical with the alcohol “origaiiol” dis¬ 
covered by W’allach in marjoram oil and teimed by him tei'pinenol. 


Thu.iene. 


Thujene has not been isolated from any essential oil, and the numer¬ 
ous tei'penes described under this name are in all probability non-uniform 
bodies. 

The body orifcinally known under this name was pr^ared by the 
dry distillation of thujylamine or isothujylamine hydrochloride, and is 
identical with Semmlei-’s tanacetene.''' 

Tschugaell prepared thujene by distilling thujyl xanthogenate.* This 
body had the following characters:— 


Specific grariti 

Boiling-point . 
Refractive index 


20 " 

0'827S at 

151° to 162';° 
1'4504 


Accoi'ding to its discoverer, this body is the tree terpene of the 
thujone series, and he prefera to call Semmler’s thujene or tanacetene, 
isothujene, as being the true terpene of the isothujone series. 

By the d/'y distillation of trimethyl thujylammonium hydroxide, 
Tschugaeff obtained a thujene quite similar to the above, but of consider¬ 
ably higher optical rotation. He therefore oonsidere that two'stereoisomei's 
may result from different methods of preparation from thujone. 

' AmtalM, 350 (l‘J3G), 162; Jlerichk, 39 (1906), 4416, and 40 (1907), 2969. 

"BcricMA 25, 3845. 








THE CONSTITUENTS OF ESSENTIAL OILS 


49 


A hydi-ocarbon was also prepared by Kondakofl', to which he gave the 
name thnjeno, which may have been a crude mixture of the two stereo- 
isomei-s. The chaiucteis of tliese bodies are summarised in the following 
table:— 



Spw'ilic Gravitj. 

Rotation. 

lU-fractive 

liulvx. 

bemmler's Thujene— 




60'^ to Gil® {14 Him.) 

0-850M at 15® 


1-47000 

Wallach’s Thujoue— 




170® to 17!i° (760 mm.) 

‘ 0-8360 „ 15" 


1-47145 

Tsohugaoff’s Thujene— 



151“ to 352'5® (670 mm.) 

0-8275 „ 15" 


1-45042 

Kondakoff’s llydrocarbon— 




1. 147^ to 150'’ 

8-82,68 „ 18“ 

+ 48' 82' 

1-44029 

2. 150" „ 151-5' 

0-82(i0 „ 18“ 

■t. 40" 15’ 

1-4,5001 

151-5® to 152-.5‘’ 

0-8279 „ 17“ 

1- 28" )2' 

1-44000 

• 1. 152-5" „ 156“ 

(I-828U „ 17" 

-H2“ 1' 

1-44009 

5. 156"t(il68“ 

0-8280 „ 17“ 

+ 8“ 33' 

1-45250 


KoiidakolT and Skwovzow' have recently reinvestigated the subject 
and are of the opinion that all the thujenes so described are mixtures and 
not uniform bodies. Th(!y consider that the lower lioiling fractions pre¬ 
pared from thujyl xanthogenate consist of two stereoisomers, and the 
liighet Ixiiling fractions to consist of isothujene with some teipinene. 
They do not consider' that any pure thujene has liecn prepared, hut 
dextro-thujone in as gi-eat a state of purity as they have been able to 
jirepare it has the following characters:— 


Specitic gravity.0'8ii2 

(Optical rotation.+ 109“ 

Refractive index.1'44809 


Isothujene dihydrochloride is stated to have the following char¬ 
acters 


Boiling-point 
Specific gravity at 20” 
Specific rotation . 
Refractive index . 


121 '.V' to 122-5“ at 10 nun. 
]-0fi97 
-I-1-86” 

1-48468 


When this is treated with sodium acetate in alcoholic solution, it 
yields a hydi-ocarbon (isothujene?) having the following characters:— 


Boiling-point 
Specific gravity at 18“ 
Sp&ific rotation 
Refractive index 


. 176“ to 180“ 
0-864 
-tS-ll“ . 
. • 1-47586 • 


• ^t is obvious that the chemistry of the thujene isomers requires further 
investigation. 

The following formula has been suggested for thujene,' which is in 
accord with its obvious relationship with sabinene:— 

* ilmn. Hetitralj 1910, ii. 467. 


VOL. II. 
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C. CH, 


HC, ^GH 


I 

H.,C' I m, 


C. CIIiGHs)^ 

DiI’ENTENK and Limonenk. 

Dipentene is the racemic form of the optically active rf-limonene- 
and Mimonene, terpenes which are found to a very large extent in 
essential oils. Since an equal mixture of d-limonene and f-limonene is 
dipentene, it is obvious that whenever optically active liinonene is found 
with a rotation below the maximum, it must contain dipentene. Mix¬ 
tures of equal quantities of a compound of the optically active limonenes 
are identical w'ith the coiTesponding comjxrund prepared from dipentene. 
It is therefore obvious that the nomenclature is unfortunate and dipentene 
should be termed f-limonene. 

Limonene occurs freely in nature, forming the greater part of oils 
of lemon and orange, and found to a large extent in caraway, dill, 
bergamot, and many other essential oils. 

it has frequently been stated that dipentene has a higher lioiling-point 
than its optically active components, but this is not so, any obserA'ation 
in this direction being undoubtedly due to the presence of minute traces 
of impurities. 

The following are the characters of the most highly purified speci¬ 
mens of limonene which have been prepared:— 

/Mimonene. Mimonene. 

Boiliug-poinl.175° to 176° 175° to 176“ 

Specific gravity. 0-850 0-8472 

Optical rotation .-...+ 106'* - 105“ 

Bofroctivo index. 1-4750 1-4746 

A specimen obtained by the reduction of limonene tetrabromide by 
Godlewski and Roshanowitsch ’ had a specific rotation -f 125° 36' which 
is practically equal to an obseiwed rotation of 106° 80', thus confirming 
the purity of the-specimens prepared by fractional distillation. 

For the identification of limonene, one of the most useful compounds 
is the crystalline tetrabromide, Gj^HjuRi-,,, This body is best prepared as 
follows; the fraction of the oil containing much limonene is mixed with 
four times its volume of glacial acetic acid, and the mixture cooled in 
ice. Bromine is then added, drop by drop, so long as it becomes de¬ 
colorised at once. The mixture is then allowed to stand until crystals 
separate. These aie filtered off, pressed lietween porous paper, and re- 
CEjistallised from acetic ether. Tamonene tetrabromide melts at 104-5° 

' Chem. Zentral., 1899 , 1 . 1241 . 
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and is optically active, its specific rotation being ± The inactive 

or d.^ntene, tetiabroin.de melts at 124” to 126”. In the preparation of the 
tetrabromide traces of moisture are advisable, as the use of absolutely 
““ renders the compound very dilBeult to crystallise ^ 

When the limonene to be identified is of high optical rotation, that is 
ot a high de^e of purity in one of its optical forms, the tetrabromide is 
to identify; but in the presence of much dipentene, it is necessary 

" P"'-® limonene tetra- 

Both limonenes yield nitrosochlorides. C,„H,,,NOCI, each of which 

There are thus four limonene 
nitrosochlorides: they are known as the a- and P- varieties of the dextro- 

/“f ^“ms of the teipenes. The a- and fi- forms, however, 

yield the same can-oxime on treatment with alcoholic potash. 

ihf't’ 'r difference between the derivatives 

ol the two limonenes is that they are equally active optically in the 

• "8“«'l way in crystalline forL The 

n.t. o8ocldorifle§, on boiling with alcoholic potash, yield nitroso-limonenes, 
t>ijll.,,NO. These are identical with the two carvoximes, and their con¬ 
stitution IS probably . NOH. They both melt at 72". TheTr- 

.^^"■‘'dimonene-nitrosochloride is lacre-rotatory, 
hilst that from faero-limonene-nitrosochloride is dextro-vQU,iorw. 

iilden and l^nch have prepai'ed nitrosooyanides of limonene bv the 
tab compounds. The following 


(V>in]xiiiiiils. 


Limoucue 

■ a-nitrosochloride . 
S-uitroxoohloridu . 

I a-uitrosoeyanide . 

‘ llenzoyl-a-iiitniHucia 
S-uitrosocyanide . 

: Kenzoyl-d-nitrosocys 

a-amide ’ 

Benzoyl-a-amide . 

I a-carboxylic acid . 

llihydro-oarvoximo 
I Tetrabromide 
j Carvoxjpie 
; Ifonobydroohloride 
J Nitrobcnzylamine. 



Dextro 
aud Laevo- 
Melting- 
jtoiiit. 

r ^ 

Inactive 

Melting- 

{)omt 


JOB" to 104" 

- 

103“ to 104“ 


100" 


dft 

90" to 91" 

81“ 

108" 

96“ 

do 

140" to 141" 

159" to 160“ 

121“ 

98“ 


138" 

155“ 

' 

1,52“ 

150" 


97“ 

116“ 


88-5" 

115“ 


104" 1125' to 126“. 


72“ 

98" 


— 


• 

92" ; 

no" 


SlKx-ifie 

Piixtro- 

Rnlatioii. 


+ ia5‘’ 

S- 313-1“ 
+ 240-3" 
+ 152-7“ 
H 12C-3‘- 

- 31-6“ 

- 108-2“ 
+ 174-0“ 
+ 241-7“ 
+ 102-9“ 
+ 9-46“ 
+ 78-3“ 

- 39-8“ 


-40“ 
h 163-1 


• 8 “ 


I 8pi-cilrc 

j liaevo- 
I Rotation. 


- 125" 

- 314-8“ 

- 242-2“ 

- 152-2“ 

- 127-2" 
f 80-6“ 
+ 108-7“ 

- 174“ 

- 242“ 

- 103-9“ 

- 9-25“ 

- 7,-4“ 

+ 39-7“ 

+ 39-5" 

- 163-6“ 


it, P’'®P®™'i'i<m and separation of the limonene nitrosochlorides 

the following method should be employedwosocniondes 

hive j^rts of the terpene, 7 of amyl nitrite, and 12 of elaoial 
acetic aod a^ nuxed and cooled with ice and salt, and a mixture of 
hydrochloric acid and 6 parts of glacial acetic acid added in 
mall quantities at a tune. Five parts of .alcohol are then added and the 
mixture allowed to stand in a freezing mixture for a time. A mass of 
crystals separates, which consists- of the crude nitrosochlorides. This is 
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tiltei-ed off and washed with alcohol. When pei-f'ectly diy 100 grams of 
the crystals ans digested wdth 200 e.c. of chlorotorin for a few moments and 
at once filtered. The chloroform dissolves the a-nitrosochloride, which is 
precipitated hy the addition of excess of methyl alcohol. The crude 
(Mtnpound is filtered off, dried and digesUid with anhydrous ether for 
fifteen minutes, the etheieal solution filtered off and the ether allowed 
to evapoiate siiontaneously. The a- nitrosochloride separetes in large 
crystals, which are again dissolved in ether and methyl alcohol added in 
small quantity. The solvent is now allowed to e-vaponite slowly, when 
the pure compound ciystallises out. It melts at 103" to 104°. 

The portion of the mixture ol crude uitrosochlorides which was not 
dissolved by chloroform consists of crude /8-nitrosochloride. This is 
dissolved by shaking with ten times its weight of chloroform. The 
solution is then filtered and midhyl alcohol added and the piecipitate 
filtered off, washed with ether, and di ied. The dri(!d compound is dis¬ 
solved in ethei' and on evaporation of the solvtnit pure ;8-nitrosochlorid(.' 
separates. This body melts at 100 '. 

xlcconling to Wallach the nitrosochloi ides are physical isomerides of 
the formula:— 

dd 

(;,„H 

Very characteristic derivatives are obtained by llm action of organic 
Imses on the limonene nitrosochloiides. If d-a-limonene nitrosochloride 
lie so treated, two nitrolarainesareobtained, a-nitrolamine (dextro-rotatoiy), 
and /3-niti-olamine (laevo-rotatory). Jf rf-;£f-limonene nitrosochloride be 
treated in the same manner, exactly the same reaction products are ob¬ 
tained. If, on the other liand /-a-nitrosochloride or /-j£f-nitrosochloride be 
treated in the same manner, a mixture of a-nitrolamine (laevo-rotatory) 
and jS-nitrolamine (dextro-rotatory) is obtained. 

The anilides and piperidides are the most charactei isiic of these com¬ 
pounds. They are prepared by similar methods, of which tlial for the 
piperidides is as follows: 20 gi'ams of purified a-limonene nitroso¬ 
chloride are mixed with 20 grams of piperidine and 00 grams of alcohol, 
and gently warmed with frequent shaking. When the solution is clear, 
the warm liquid is poured into an evaporating dish and a small amount 
of water added. On cooling, crystals of the sparingly soluble impure 
/8-base separate. These are filteml off, and water added to the filtrate 
which precipitates the more soluble a-l»se. The crude a-compound is 
dissolv^ in acetic acid, filtered, and precipitated by ammonia. It is 
thrown out as an oil, which afterwai-ds solidifies, and is then dissolved in 
a little.petroleum ether, which leaves traces of the /3-compound' undis¬ 
solved; and the a-'base separates on evaporation of the petroleum ether, 
and is recrystallised from alcohol. The crude /3-compound is dried, 
digested with cold petroleum ether, which dissolves any o-base present, 
and the uudissolved portion reciystallised from warm petroleum ether 
with the addition of a little methyl alcohol. 

a-limonene nitrol-piperidide forms orthorhombic crystals melting at 
93° to 94°, whilst /3-limonene piperidide melts at 110° to 111°. 

Jhe uitroanilides are very characteristic ciystalline compounds of 
limonene. These have the constitution— 


"'^NOII 
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C H 


NOH 

NHC„H, 


To prepare tSeni, 20 fiiums of pure a-)iinonene iiitrosochloride aiv 
ppwdered and warmed with 20 c.e. of aniline and 30 c.c. of alcohol under 
a reflux condenser. The mixtui-e is heated with constant shaking, and 
iiftcr violent naiction is over the mass is allowed to cool, and when cold 
excess of concentrated hydrochloric acid is addexl. The resulting crystals 
are filtered oil and washed with ether-alcohol. They consist of the 
hydrochloric acid salt of a-limonene nitiolairilide., and on treatment with 
ammonia the tree base is liberated. Whett l•ecrystallisod from alcohol it 
melts at 112'^ to 113' . The filtrate fr ont the hydrochloric acid salt of the 
M-lrase is poured into a large volunte of water containitrg free amtrronia. 
The /8-attilide gradtrally hecotttes solid atrd is dissolved in three tiures its 
wi'ighf of wartrt hetrzette in order to remove traces of atriline. The 
/J-a^ilide sej)aiat(*f frortr this sohrtiorr atrd forttts Itttt' treerlles melting 
’at 153 

liirrronette foi trrs a trtorrohydroehloride.^which is a lirjuid, atrd which 
exists itr IxJlh ojrtiervlly active rtrodilicatiorrs. By the actiorr of moist 
hydrochloric acid otr the rw.etic or alcoholic solution of limotretre, rro 
0 ))tically active dihydrochloride is fortrted, the terfrerre hecomiug irractive 
irrrd di])entene dihydrochloride, ('|,|II|„2HC'I, results. This body is pre- 
jrar ed w hen lirnotterre is nrixed with half its volunte of glacial acetic acid, 
atrd a currertt of hydrochloric acid gas is passed ore/' (irot inki) the well- 
cooled Irtiuid. with trerjrrerrt shaking. The rrrsirltirtgiUrass is pressed on a 
])oiwts |)litte, dissolved itr alcohol, atrd precipitated with water. It melts 
sharpK at 50'. 

Forster and vatr (ieldmen ' have preparetl a characteristic ttilro- 
derivativt! of di]jentetre by treatiirg di])etrtette nitrosochloride. with sodiitnr 
a/,idi. The. resultirrg body, ('j,|II,-(N()H iN^, diperrtene ttilroso-azide, 
melts at 72" to 73'. The corresjMmdirrg active litrroutnre derivatives nrelt 
at 52' to 53 . 

Dipeuterre, the irractive fornt of litnomme, trot only occurs naturally 
itr esserrtial oils, but resirlts by thrr action of heat otr several other ter- 
pettes, and toV considerable exterrt by the action of sulphuric acid on 
pittette. 

I’rrre dipertterre trtay he prejrared by Ixrilirtg 1 part of pure dijrentene 
dihydrochlotide with I part of airhydrous sodium acetate and 2 parts 
of glacial acetic acid for half atr hour under a reflux cottdenser. The 
dipentene is distilled with steam and then heated with caustic potash atrd 
littally redistilled. 

The weight of chemical evidence is strongly itr favour of dipentene, 
beittg actually i-limorretre, that is, ttrerely the racentic fornt of the ‘active 
Ijmonenes. Srrmmler has suggested, however, that a slight difference 
tnaV exist between thrr constitirtiorrs of these tet 7 xrnes. 

He suggested a nomeirclature for the teipenos by whiejt those com- 
poutrds which contain a double linkage, lietween the nucleus and the side 
chain should Ire called pseudo-compounds, whilst the compounds with 
the double linkage in the. nucleus should be the ortho-compounds. He 
suggested the following formuirr:— 


‘Priic. cifiii. Site., 27 (fail), 195. 
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CH, 

I 

c 

HCj^^CH., 

il 

H.,c/^CH., 

H,,cl^^CH, 

CH 

1 

H.,cl /CH. 
CH 

1 

C 

/\ 

H,C CH, 
Ortho-limonene. 

C 

/\ 

IL,C CH, 
Pseudo-limonone. 


Semiiiler then suggested that ortho-limonene might be ordinary 
limonene, and that dipentene had the pseudo-formula, and that both these 
compounds would yield identical halogen derivatives'with the brea^ing^ 
of the double linkage. He subsequently modified his vieiv to some extent 
and considered that terpinen^ was represented by the pseudo-limoneiu! 
formula. 

There seems no room for doubt that the above formula for“oi tho- 
liraonone" is the conect formula for limonene. and the classical synthesis 
of dipentene by W. H. Perkin, .Tun., and his colleagues has proved beyond 
doubt that it is the correct formula for dipentene or i-limonene. 

These researches on the synthesis of the teiqjeues were commenced in 
1900, and has Ijeen carried on with considerable success and conspicuous 
ability ever since. It was considered necessary to synthesise teipineol, 
afid so establish the formula which analytic reactions sirpnoiiied. The 
first necessary step was to synthetically prepare the l-methyl-A'-cyclo- 
hexene-4-car'boxylic acid,* of the fovmula- 

(IMef >CH.CO.,H 

and as this acid was at that time unknown, the first problem was to dis¬ 
cover some means by which its synthesis could be accomplished. 

The acid was prepared in considerable quantities by the following 
rather complicated series of reactions.'* When ethyl /S-iodopr-opionate 
and the sodium derivative of ethyl cyanacetate.are allowed to interact itr 
molecular propor-tions at the ordinary temperature, a reaction takes place 
which results in the formation of ethyl y-cyanopentane-ay«-tricarboxylate 
and regeneration of half of the ethyl cyanoacetate:— 

2COiEt. CHNa. ON + 2IGH„. CH„. COaEt = 
ebjEt. C(CN)(CH 2 . CH,. CO.^Et )2 -1- CO^Et. CH,. ON -I- 2NaL 

This cyano-ester is hydrolysed by boiling with concentrated hydro¬ 
chloric acid with the formation of pentane-aye-tricarboxylic acid, COj|H. CH 
(CHj. CHj. COjH), and when the sodium salt of this acid is heated with 
acetic anhydride and distilled, decomposition takes place with the fornta- 
tion of S-ketohexahydrobenzoic acid or oyclohexanone-4-caVboxylio acid— 

' W. H. Perkin, Lectun io tite Pliartnaceulkal Society, May, 1912. 

■* ,hiir. Chem. Soc., 85 (1904), 416 and 664. 
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CO„H.CH„.CHj. 

>CH.C02H- 

CO,H.CH,.CH/ 

• /CHj. CHjy 

CO( >CH. CO.,H + CO2 + HjO 

^ch^.ch/ 


The.next step was to convert oyclohexanone-l-carboxylie acid into 
l-methyl-cyolohexanol4-cari)Oxylio acid, and this is readily accomplished 
by heating the eater of the ketonic acid with magnesium methyliodide in 
the usual manner— 


.CH^.CHj. 

OH.CMe/ >CH.CO.,H 




CH 2 .CH 2 




If the hydroxy-acid is heated with hydrobromic acid, it is converted 
into l-mothyl-l-b»3mocyclohexane-4-carboxylio acid, and this is decom¬ 
posed by boiling with so<lium carbonate with loss of hydrogen bromide 
and with formaliion of J-methyl-A' cyclohexene-4-carboxylic acid— 

.cii.cii,. ■ 

CMef )CII.COJI . 

^Clla.CIl/ 

The last step was to convei-t the unsaturated acid into its ester and to 
act on this with an ethereal solution of magnesium methyl iodide, when 
an almost quantitative yield of an oil was obtained which, on examina¬ 
tion, proved to Ire terpineol — 

MeCf >ClI.CMe2.0H 

XlHj.CH/ 


the change being simply the conversion of the —COjBt group into the 
group —CMe^. OH. 

In order that there might be no doubt as to the identity of the syn¬ 
thetical product, it was converted into the nitrosochloride, Cn ftgO, NOCl 
(melting-point 122°), and pJumyluretliane, Ci^HjjO. CO. NH. C^Hj (melting- 
point 113°), ahd these were compared with specimens made from ordinary 
terpineol, with the result that the preparations obtained from the two 
sources were found to be absolutely identical. 

The next step was to convert the synthetic terpineol into dipentene, 
which was readily accomplished by heating with potassium hydrogen 
sulphate, when water was eliminated and dipentene formed— 


.CH-CH. .CH, 

MeCf >CH.Cf 

^cHj.ch/ \ch, 

Dipentene. 


The dipentene produced in this way was converted into the tetra- 
bromide, C,jH,jBr, (melting-point 125°), the dihydrochloride, CjpH,,, 2HC1 
(melting-TOipt 48° to 50°), and the nitrosochhrvie, CijH,,, NOCl (melting- 
point 106^), and these derivatives were compared with the corresponding 
specimens obtained from ordinary dipentene, with which they were found 
to be identical in all respects. 

Attempts to prepare the active limonenes were unsuccessful, as during 
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the reactions, even when the various acids and the terpineol wore separated 
into their active components, raoomisation takes place during the dehydra¬ 
tion and the most active product obtained had a rotation of - 5°, so that 
it consisted essentially of dipentene, with a very small .amount of laevo- 
limonene. 


Cabvbstkene and Sylvestkene. 


Sylvestrene is a well-recognised teipeiie, which is found in various 
turpentine and pine oils, but only in its dextro-rotatoiy form. CaiTestiene 
is merely the oirtically inactive variety of sylvestrene, and is another 
instance of unfortunate nomenclature: it should he pioj)erly called 
■t-sylvostrene. 

There apj)ear to exist two very closely allied teipenes, which have so 
similar constitutions and eharactcus that it is almost impossible, if not 
quite BO, to sfspanite them when existing together naturally. The syn¬ 
thetically prepared sylvestrene is, of couree a distinct individual, the con¬ 
stitution of which will be dealt with directly. 

To prepare natural sylvestijene, the traction of Swedish oil of turpen¬ 
tine boiling between 175" to 180° is diluted with an equal volume of ether 
which has been ])reviously saturated with hydrochloric acid gas. The 
mixture is allowed to stand for two or three days, the ether distilled off, 
and the residue is left in a very cold place tor some months, whtm syl- 
vestrene dihydrochloride is obtained. This body, .211(11, when )■(■- 
crj’stallised from alcohol melts at 72“ and has an optical rotation [n]i) -- 
-h 22". IF this body be distilled with aniline it rields sylvestrene, which 
has the following character's:— 

Boiliug-point.170 to 18{r 

Specific gmvity. 0‘851 

Jtofraotivo index ........ I*47ft7 to l'i77!* 

Optical rotation. . + 00*^' „ + H(r 

This body, so isolated is probably a mixture of the two isomerides, the 
optical rotation raiying with the relative proportions of the two bodies. 
The two isomei-s have the following constitutions 


C-CH„ 

h.,(;'^\:h 

■ i , CH, 

H.,C. ;(;H—C( 

X-' Xr'Ti 

CU., 




H(! 




i 

-CH,, 

H/l 




(IH., 

^■cil., 


Sylvestreue. laosylvestrone. 

It is therefore a wchi-menthadiene. 

Sylvestrene yields the following characteristic reaction. If a drop of 
concentrated sulphuric acid be added to a solution of one drop of syl-. 
vestrene in acetic anhydride, a deejr blue coloration results. No other' 
terpene appeatjs to give this reaction. 

Sylvestrene is a vei'y stable terpene, but on heating to 250“ it is par¬ 
tially jrolymerised. In Edition to the dihydrochloride mentioned above, 
it yields the following charaotei'istic compounds:— 

The dihydrobitimide, Cj|,H,,.,2HBr, is obtained in a similar way to the 
dihydrochloride. It melts at 72° and has a specific rotatorv power 
• + 17 - 9 -. 
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The dihydriodide Cj,|H„,2HI is prepaied in ii siinilav iimunev, and 
melts at 66° to 67°. 

Sy) vestrene tetrabromide, (is piepaivd wlieu pure sylvestrene, 
legenerated from i^a dihydrocliloride and dissolved in acetic acid, is heated 
with bromine until a permanent yellow colour is produced. Watei- is 
jidded to the resMStion product, but not sutticient to precipitate the bromide, 
and the vessel allowed to stand in a cold place. The bromide sejMiiutes 
and can he purified by reciystallisatio]) from alcohol. It forms mono- 
symmetric crystals melting at l;i5' to l.'ifi", and having a specific rota¬ 
tion -e 73'7° 

Sylvestrene uitrosochloridc, C,,,!!,,,. NOCI, is prei)ai'ed (lom pure 
sylvestrene. regenerated from the dihydrochloiide in the following 
manner; Four volumes of the terpime are dissolved in six of amyl 
nitiite and five volumes of strong hydiochloric aciil are adde<l, with con¬ 
stant shaking. The heavy oil which sejKmites is .shaken with a little 
ethyl alcohol, when it solidifies, atid am he purified hj dissolving it in 
(ihloiioforni and precii)itating it with petiolcuni ether. It is finally re¬ 
crystallised fronirtnethtl alcohol, when it melts at 106" to 107'. 

When the last-descrilied l>ody is warmed with henaylamine, in alcoholic 
■.olution, sylvestrene nitrol-henzylaniine 

NO 

NH .(!IL(',dl„ 

is foiined. This, when recrystallised from methyl alcohol, forms well- 
ilefitied crystals melting at 71" to 72’ and having a sj)ecific rotation 
+ lOu-O'. ' 

(.'atvestrene, or /-sylvestrene, was liret jirqiared by Baisyer' from 
carvone. the ketone characteristic of oil of caraway. This body, wheti 
reduced with sodium and alcohol yields dihydiocarvcol, which, on oxida¬ 
tion is cotivt'fted into ilihydrocarvone. The formula' of these three Ixjdies 
are as I'ollows ’— 

00. OIL, 

('Me; ■ tCH.OMe.-OIl., 

'^011. Oil./ 

Carvone. 

OH(Oll). 0H„ 

OIIMc ' ■".OlI.OMetOH.. 

CHy' 

Itiliydrocarvool. 

/OO-OH.,.., 

OHMef )CH . OMe : OIL; . 

-OIL.OIL" 

Dihydrocarvone. 

Uydrobromic acid converts dihydrocarvone into a hydrobromido, 
OjiJIjjOBr, which, when treated with cold alcoholic jtotash, readily loses 
hydrogen bromjde. Instead, however, of the unsaturated substance, 
dihydrocarvone, being regenerated as the result of this decomposition, 
a remarkable formation of a ct/efopropane ring takes place and em ow is 
produced— 


'Berichk, 27, 3485. 
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.CO-CH^. 

CHMe( )CH. CBrMe, 

\cHj.ch/ 

Hydrobtomide of dihydrocarvone. 


/CO-CH, 

CHMe( I )CMe. 

Gaione. 


Garone is then converted into its oxime, which is reduced by sodiun: 
and alcohol, and yields catylamine, CjqH^NHj, which has the following 
constitution:— 


CHMe 


^CH(NH,).CH^ 

''''GH2.CH,.Ch/ 


CMe., 


Caiylamine is decomposed when its solution in dilute acids is evdipon 
ated, during which process the dimethyki/ctopropane 'ring su (Tel’s dis- 
niption and the unsatuiated isomeric base, vestiylamine, 


,CH(NH.,).CIl.CMe:CH, 

CHMe^^ " I 

"''CHj-CHj-CH, 

is formed. The hydrochloride of vestiylamine is readily decomposed on 
distillation, with elimination of ammonium chloride and formation o( 
carveslreiie. 

The properties of caivestrene or i-sylvestrene are as follows:— 


Boiling-point.178“ 

Dihydrochloric melting-point.52-5“ 

Dihydrobromide „ .48“ to 50“ 


The constitution of carvestrene has been determined, subject to the 
limitation above referred to as to the constitution of isocarvestrene, by the 
masterly synthesis achieved by W. H. Perkin, Jr., and his colleagues, 
The starting-point of this synthesis was m-hydroxy-bensioic acid, which 
was reduc^ by sodium and alcohol to cyclohexanol-3-carboxylic acid, 
of the formula— 

CHs 

H.,(/\gH(OH) 

j ! 

n,c[^yGR, 

\:h.cooh 


By oxidation with chromic acid, this is converted into cyclobexaeode- 
3-carboxylic acid, in which the —CH. OH— group is converted into 
the —CO— group. This is converted into its ethyl ester and treated 
with magnesium methyl iodide, and the product, on hydrolysis, yields 
l-methyl-oyolohexane-l-ol-3-oarboxylic acid, which is confevted by hydro- 
bromic acid into 1-bromo -1 - methyl - cyclohexane - 3 - carboxylic acid. 
When this is digested with pyridine, hydrobromic acid is eliminated and 
yields l-methyl-A'-cyclohexane-S-carboxyliq acid of the formula— 
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CH CH.COOH 



The ethyl ester of this acid was treated with magnesium methyl 
iodide, and thus yielded dihydrocarvestrenol— 


C(CH,) 


CH C H.C(CHa),OH 

\cH, 


CHa CIIj 


which on dehydration with potassium bisiil^^ate yields cai-vestrenc. 

A further synthesis of cai-vestrene has been effected by Perkin and 
Fisher.* 

It is proljablo that the caiTestrene so synthesised is in reality a 
mixture of the two bodies described above as caiwestrene and isocar- 
yestrene. 

The active variety of the terpene d-sylvestrene has been prepared 
synthetically by preparing the methyl-cyclohexane-carboxylic acid de¬ 
scribed al)ove, and recrystallising its brucine salt The acid contains a 
small quantity of the acid, although the A* variety predominates. 
The A" acid was resolved by the brucine crystallisations, and an acid of 
rotation -t- 90“ obtained. The synthetic process was then proceeded 
with, and the resulting terpene was found to be d-sylvestrene, having a 
rotation of -H 66°. 


Phellandbknk. 


Two isomeric terpencs are known under the name of phellandrene. 
Before the distinction between the two bodies was recognised, phellan- 
drene had been discovered and reported in a number of essential oils, 
so that in many oases it is impossible at present to decide which isomer 
is that actually present in a given oil. The two terpenes—still another 
case of the absurd nomenclature which has been retained for so many 
of the tefpenes—are known as o-phellandrene and /3-phellandrene. The 
constitutions of the two hydrocarbons are probably as follows:— 


C.CH, 

HC;^\CH 

CH. CjH, 

a-Phellandrenc. 


C: CHj 

h,c/Vh 

I 

HjC'^^GH 

C^.(C,H,) 

* g-Pbellandrene. 


'Jour. Chem. Soc., 93 (1908), 1876. 
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These terpenes have been exhaustively studied by Wallaeh,' who 
particularly examined phellandrenes from the following souroes:— 

1. f-phollandrene from eucalyptus oil. 

2. d-phellandrene from elemi oil. 

3. d-phellaudrene from bitter fennel oil. 

4. d-phellandrene from water fennel oil. 

He found that the rf-phellandrene from elemi and bitter fennel oils 
were identical, and that f-phellandrene from eucalyptus oil is the laevo- 
i-otatory variety of the same terjxme. To these he assigned the names 
d-a-phellandreue and /-a-pbellandrene. The d-})hellandreue from water 
fennel oil diffei's from these and is named d-/8-phellandrene. The follow¬ 
ing are the characters of the purest specimens of natunil phellandrene 
yet obtaitK'd: - 

; /•a-phidtiiiidnoie. | 

0-R62at2(r' i 0-848 at IG" 
1-4732 1-47H8 j 1-4709 

(iJ'^atllmin. -- j 50“ to 02*^ at G min.j 

175 ,, 7f»0 mm. ' — ' 174' at 700 mm. 

-I 40M0' 4-14“ 45'to+18"'30' - 84 '10’ 

All varieties of phellandrene are somewhat unstable and are easil} 
siisce])tihle of isomerisation. 

All varieties readily yield a nitrile of the formula Cj^HiuNjOj, which 
is prepared in the following mannei', and is a most useful compound for 
characterising these tei-penes. A solution of 5 grams of sodium nitrite 
in H c.c. of water is added to a solution of 5 c.c. of the fraction of the 
oil containing much jjhellandiene in iOc.o. of ])etrolcuni ether, and 5 c.c. 
of glacial acetic acid is slowly added to the mixture with constant 
stirring. The resulting crystals are filtered, washed with water and 
methyl alcohol, and purified by dissolving in chloioform and pi'ecipitating 
with methyl alcohol. The fiual purification is effected by triturating 
the crystals with a cold mixture of methyl alcohol and ether, and re¬ 
crystallising several times from acetic ether. The phellandrene nitrite 
so obtained is not a homogeneous substance, but a mixture of two physical 
isomerides, which is true for both o- and /8-pbellandrene, These physical 
isonierides are known as the a- and |8-varieties, so that the following 
very confused uoinenclature arises, the specific rotation and mcltiug- 
jxiints of the six known modifications being given:— 

SpBiiiiir Mrltiiig- 
Koktioii. }x)iiil, 

Dextro-a-phollaBdreut'n-nitrite . . . . - l.S8‘4' 112" to 113' 

Ijaevo a-ptiollandrone a-iiitrite .... -i-135‘9‘' 112" „ 11,3' 
Dcxtro-B-phollandrene ^-nitrite . . . + 45-9° 106" 

Ijaevo-a pliellandrene g nitrite . , , . - 40-8° 105“ 

Dextro-O-phollandreno a-nitrite, . . . 159'3° 102“ 

lloxtro-fl-phcliandrene /3-iiitrite , . . i 0“ 97° to 98° 

As laevo-/8-phellaudrene has not yet been isolated, the corresponding 
two nitrites have not, of course, been prepared. 

The separation of the physical isomerides is effected in the following 
■maBiier: The mixed nitrites ai-e dissolved in acetone and precipitated by 



> Annalen, 324 (1902), 209, and 336 (1904), 9. 
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the addition of water, the mixture being cooled to 0°. This process is 
lepeated several times, when eventually the more soluble or /J-nitrite is 
separated from the less soluble or o-variety. 

/S-phellandrene, which was originally obtained from water fennel 
oil, is also found in the essential oil of liiipUtirwm friitkomm} Fran- 
cesconi and Semagiotto have prepared from it the corresponding physically 
isomeric iiitrosochlorides. They find that the yield of nitrosochlorides 
prepared jnthe same way as pinene uitrosochloride (if.r.), is greater as 
the optical i-otation of the terpene is lower. Thiough a series of re- 
crystallisations, the two isomers were separated, and found to have the 


following charactei's:— 

Si«itic Mi'lliiis- 

Itiitatinli. }joilit. 

3-phell8nclreiio-a-iiitr().so(!liloriilt' . . . -175° 101“ to 102° 

/B phellandreno-S-nitrosocljloride ... - 285° 100" 


No crystalline nitrosochlorides have, so far, been inepaied from a-phel- 
landrene. , 

• If o-phellandrene lie oxidised by potassium pw inauganate, the princi¬ 
pal Ixidy resulting is a-oxy-lS-isopro))yl glutaric acid. If /8-phellandrene 
h(' oxidised, closely related acids result, but»if a J per cent, solution of 
permanganate Is: used and the oxidation effected veiy carefully in the 
cold, with the teipene always in excess, a glycol, C,„H„.(OH)j, rtsults, 
which when dehydrated with dilute suijihuric acid yields tetrahydro- 
euminic aldehyde. 

This aldehyde is identical with the naturally ocem ring phellandral, 
an aldehyde found in oil of water fennel. If the nitiosochloiide of ji- 
phellandrene 1 m! decomposed by acetic acid, dehydrocuminic aldehyde and 
cai’vacrol result. 

The phellandrene nitiites are converted, by heating with strong 
hydrochloric acid at 40”, into mono- and di-chlorthymo-quinone. 

If the a-phellandrene nitrite be heated with an alcoholic solution of 
potash, it is converted into nitrophellaudrene, C,„IIij(NOj). This body is 
converted by rtsluction with sodium and alcohol into tetrahydrocarvone, 
or by less energetic reduction with zinc and acetic acid, into carvotan- 
acetone. The relationship Iwtwexsn these Ixxlies is shown by the follow¬ 
ing formula):—, 

(IH. C1I„ CHj CH- 

I 1 I I 

c c c c 

HCj^\,GHN02 HC^^NCH 

HjCi^JcHNO H.G^JcH 

C^-CH(CHj)i CH-CII(CH,)j dH-CH(CH5)2 GH-CHiGH,)^. 

Larvatanacetonr. Nitro- - aPlieUanirenc- a-Phellandreoe. 

* a-phellandrene. nitrite. 

Wallach ^ has prepared a-phellandrene synthetically from sabinenic acid 
by oxidising it to sabina ketone with potassium permanganate. This 
ketone was concerted into its semioarbazone, and the latter compound 
treated with dilute sulphuric acid, when sabina ketone is not regenerated, 
but an isomer, which was found to be isopropyl-hexenone. By the 

> Oaiz. CUm. Hal., 46 ( 1916 ), 119 , » Annalm, 359 , 266 . 
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interaction of this body with methyl-magnesium iodide, loss of water 
occurs with a simultaneous conversion into a-phellandrene, which appears 
to be a mixture of the dextro- and laevo- varieties. This synthetically 
prepared a-phellandrene has the following characters;— 

Boiling-point.176° to 170° 

Specific gravity at 22°.0'841 

Kefractive index at 22°.1'47C0 

Melting-point oi nitrite.118° 

Clover ’ has isolated a terpene from elemi oil, which he claims to be pure 
a-phellandrene, and which has an optical rotation of -I- 129’8'’. 

Terpinknk. 

The chemistry' of the hydrocarbons known under this name is in a 
very unsettled condition. There are at least three well-defined terpeues 
known by this name, o-terpinene, /3-terpinene, and y-terpinene, which 


have the following constitutions:— 

• . 

CII., 

1 

CH, 

• GH, 

1 

C 

1 ; 

1 

H,C/'^G11 


h,,c/Y® 

H,ci^JCH 


hgS^^^'gHj 

C 

c 

1 

c 

j 

CH{(1H;,)„ 

GH(GHJ., 

j 

CH{CH,),, 

n-Terpinenc. 

)3-TerpinQue. 

7 *Terpinene. 


Apparently only a-teipiiiene and y-teipinene have lieen found occuning 
naturally in essential oils. All the tcrpinenes are formed artificially from 
other terpinenes, or from geraniol, oineol, terpin hydrate, linalol, dihydro- 
earveol, and numerous otber compounds. 

In 1908-1909 F. W. Sernmler made a critical study of the question 
•of the characters of the terpinenes with a view to clearing up some of the 
contradictory statements which had been published iir* regard to them. 
By acting on carvetrone with phosphorus pentachloride and reducing the 
carwenene chloride formed, he obtained a hydrocar'bon which he termed 
■carvenene, which by its method of pi'oduction should be a dihydrocymene, 
and is considered by Sernmler to be a-terpinene, possiblj mixed with 
some of the other modifications. By boiling carvenene for two hours 
with alcoholic sulphuric acid, he inverted it to isocarvenene, which 
Bemmler considers to be ;8-terpinene. Wallach, however, does not con¬ 
sider that these bodies are identical with the a-terpinerre and /3-tetpinenc 
above mentioned. Sernmler’s two terpinenes (carvenenes) have the follow- * 
ing characters;— ‘ 

Carvenene Isuearveneue 

(o-terpiiieiie). (fi-terpiiieiie). 

Specific gravity at 20° . . . 0*844 0*845 

Boiling-point . . .* . 180° at 735 mm. ' — 

.61° to 63° at 10 mm. 69° to 62° 

Bafiaotive index . . . 1*4910 1*4800 

Amer, Chem. Journal,^, 613. 


^BerkJite, 41 (1908), 4474 ; 42 (1909), 522. 
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Auwera’ has paid considerable attention to the terpinene question, 
and especially in regard to the fact that the molecular refraction of the 
terpinenes shows considerable variation according to the method of pre¬ 
paration, and often appears to indicate that the terpinenes are excep¬ 
tions to Briihl’s laws of refraction. He came to the conclusion that the- 
tei 7 )inencs are usually mixtures of more than one modification, together 
with a ceitein amount of a hydi-ocarhon of the formula:— 


CH, 


1 


C 


/\ 

Bcy )!CH 

4 



H.,C / JCH, 




C 



I 


.\uwers considei’s that terpinene produced from terpin hydrate is 
a mixture in which a-terpinene cannot be regarded as the characteristic 
constituent. From the terpinene hydrochloride, the o-terpinene-content 
cannot be expected to exceed 50 per cent, in the most favourable case. 
For obtaining a-teipinene which, although not pure, is of a comparatively 
high percentage, Auwers regards the method from carvone via dihydro- 
caiveol as the best. Semmler regards oarvenene as a jairticularly pure 
a-teipinene, but .Auwers does not agree with this, because in its preparation 
tbe action of nascent hydrochloric acid produces conditions which afford 
no gtiaiantee of a uniform final product, (larvenene does not appear to 
be identical with a-terpinene from o-cresol which Auwers prepared by 
iveting on o-cresol with chloroform and alkali, thus producing methyl- 
dichloroi’iethyl-keto-dihydrobenjiene. This body was converted into its 
higher homologues by the action of magnesium alkyl iodide, and the 
resulting bodies*were isomerised by concentrated sulphuric acid, and the 
isomers, on tir-atment with alcoholic potash yield the corresponding 
hydrocarbons. By using magnesium propyl iodide, he obtained A'"* 
mentbadiene. i.e. a-teipinene. Auwei-s and his pupils have also prepared 
o-terpinene synthetically by other methods, and find it to have the follow¬ 
ing chanteters;-- 

Bnilbig-poiiit.05° to 66'’ at 13-,5 mm. 

19" 

Spocinc gravity at . 0'8353 

Refractive iuilex at 19”. 1'47942 

Henderson and Sutherland have prepared a hydrocarbon synthetic¬ 
ally which is possibly a modification of terpinene. They reduced thymo- 
hydroqiiinone, thus obtaining menthane-2-5-diol, which was heated for 
half an hour with twice its weight of sulphate of potash under a reflux 
■condenser, and so yielded a terpene boiling at 179”, of specific gravity 
■about 0‘840 and refractive index 1‘4779. • 

' Berkhk, 42 (1909), 2404, 2424, » Jotir. diem. Sue., 97 (1910), 1610. 
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It may l)e accqrted that a-terpinene has chai-actere falling within the 
following limits:— 

Specific giavity.0'84i! to 0*846 at 20 

Boiling-point. to ISl" 

Jiefractivo index.about 1*4720 to ] *4800 


A specimen of -y-terpinene obtained by Schimmel & Co. from coriander 
oil, and pi*ohably consisting of a mixture of the a- and ■y-varieties, had the 
following chaiacters:— 


Boiling-point 
Optical rotatio.n 
Specific gravity . 
llefractire index 


nT” to 178* 
+ 0“ 32' 
0*8485 at 10' 
1*4766 


The most characteristic derivative foi* the identification of a- 
teipinnne is the nitrosite, C,„Il„;N./) 3 , which melts at 155°. It is pre- 
j>ai*ed as follows: 2 to it grams of the product to lie identified pi 
dissolved in an equal vohuni* of petiolenm ether, and an aqueous solution 
of 2 to 3 giums of sodium nitrite added. Glacial acetic acid is then 
added giadually with constant stirring, the vessel being immersed in 
wann water for a few moments and then allowed to stand in a cold place. 
Terpinene nitrosifi* separates, usually* in a few hours, but alw*ay*s in two 
days. The crystals are filtered off, washed with water, and then with 
coid alcohol, and diied on a porous plate. The crystals can be puri¬ 
fied by reciystallisation from hot alcohol, and melt shaqdy at 155". 
With pijieridine, it yields a uitrolpiperidine melting at 153° to 154", and 
with benjiylamine a nitrolhenzylamine melting at 137°. These two 
exiropounds are pie]>ai*ed in the same manner as the corresponding 
])inene, derivatives ( 7 . 1 *.I. 

It is probable that y-t(‘ipinene has not been isolated in a statt* oi 
])iirity. but it can be recognisetl, by yielding ei^thritol meltijig at 236" to 
137°, on oxidation with potassium lairmanganate. In order to obtain 
this, 140 grams of the inoduct to lie identified are, shaken for several 
hours with 280 grams of caustic potash and 660 grams of potassium per¬ 
manganate, H litres of water, and 8 kilos of ice. The ei*ythritol resulting 
is i*ecrystallised from 25 jier cent, alcohol, w'hen it melts at 236 to 2-37 . 
y-leipinene does not yield a ci^stalline nitrosite. 


TeKI’INOUKNE. 

This terpene is very rarely met with in nature, but is formed by the 
dehydration of various alcohols, such as terpineol and linalol. It has 
lieen identified in the essential oil of Manila elemi. 

The constitution of torpinolene is probably as follows 

CH, 

I 

C 

HijC^VH 

HjCx JcH^ 

G 

II 

G(CH,), 
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This terpene was discovered by Wallaoh,’ and was prepared by heat¬ 
ing turpentine oil with alcoholic sulphuric acid. It is also yielded in 
satisfactory quantity by dehydrating terpineol by means of oxalic acid. 
Melted tei-pineol (melting-point 35°) is added very gradually to a boiling 
saturated solution* of oxalic acid, through which a current of steam is 
pqssed. About 1 gram of terpineol should bo added, drop by drop, per 
minute, so that dehydration is complete, and the resulting teipinolene 
is at once removed by the current of steam before it is isouierised to any 
extent. 

Semmler - has succeeded in prc])aring pure teipinolene by the reduc¬ 
tion of teipinolene tetrabroniidc by means of zinc-dust in alcoholic 
medium (not in presence of acetic acid, as in that case a mixture of hydro¬ 
carbons is obtained). The constants of the pure hydrocarbon are;— 

Specific gravity at :10".0'851 

Ilefractivo index. 1-484° 

lloiJing-poiiit at 10 min.(>7'’ to C8° 

.•7(i() ram.183“ „ 185“ 

• • Optical rotation.+0" 

Teipinolene ‘therefore appears to be, of all tbe monocyclic teipenes, 
the one which possesses the highest speciiio gravity and the highest boil¬ 
ing-point. 

For the identification of teipinolene, its tetrabvoniide is the most 
characteristic compound. This body is prepared by adding gi-adually four 
atoms of bromine to a solution of the terpene in glacial acetic acid, 
maintained at a low temperature. Teipinolene tetrabromide, CmHu.Brj, 
melts at 110“ to 117°, when rcei-ystallised from alcohol. 


OniGANKNE. 

This terpene has been isolated from the oil of Ork/anum hirtimi by 
Pickles.^ It is an oil possessing a distinct odour of lemons, and has the 
following characters;— 

Boiling-point.160° to 161“ at 750 mm. 

SpociUc gravity. 0-847 

Itofraetive index. 1-4800 

Optical i-oUitiun . -I- 1“ 50' 

It is possible that this slight optical rotation may be due to traces of 
impurities. 

Orif^nene yields a ciystalline nitrosochloride, melting at 91° to 94°, 
and a nitroljiijjeridine melting at 198’’. These derivatives are prepared 
in the same manner as the corresponding compounds of pinene {q.v.). 

Pickles has suggested that origanene has the constitution which 
Wallach tos assigned to a-terpinene, but there is not sufficient experi¬ 
mental evidence to support this suggestion. 

Crithmene. 

Francesconi and Sernagiotto ■* have isolated a now terpene from the 
essential oil of Crithmim marilinmm distilled from plants grown in 
Sardinia. 

' Amialen, 227, 283 ; 230, 202. 

’.lour. CImn. Soc„ 93 (1908),.8C2. 

VOL. II. 


5 


^BerichU, 42i 4644. 

*AU. n. Acad, Line. (1913), 231, 312. 
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It has the following characters:— 

Boiling-point.178” to 180“ 

Speeifie gravity.0’8C58 

Refractive index. 1-4806 

Crithmene yields an o-niti-osochloride, crystallising in laminaj, and 
melting at 101° to 102°, and a /3-nitroaochloride, Cj„H]„ONCl, forming 
quadratic plates and melting at 103° to 104°. Both are devoid of optical 
activity. The nitrosite melts at 89° to 90° and the nitrosate at 104° to 
105°. A tetrabromide is formed, C,QH„jBrj, but could not be obtained in 
the crystalline condition. The isomeric nitrolpiperides, prepared from 
the nitrosochlorides, melt in both instances at 138°. l^e benzylamine 
compound molts at 103° to 104°. If the nitrosochloride be hydrolised by 
means of alcoholic alkali and the resulting products distilled in a current 
of steam, a solid body, forming minute crystals melting at 131°, is left 
behind.- It contains nitrogen. Crithmene yields a dihydrochloride, 
C|„Hi„(HC 1)2, melting at 52°, and apparently identical with that of 
terpinene. The constitution of crithmene is probably that of a 
ywa-menthadiene, as follows;— 

C : GIL, 

HaC^^CII^ 

C:C(CHA, 


Daceydkne. 

Baker and Smith i have isolated a terpene from the essential oil of the 
leaves of Daci-ydrimi Franklini (the huon pine of Tasmania) which 
has the following characters :— 


Boiling-point.10S° to 160° 

Spacifio gravity at 22“ . . . ’ . . . . 0-8521 

Refractive index at 22°. 1-4749 

Optical rotation. + 12-8“ 


It forms a nitrosochloride melting sharply, but with decomposition, 
at 120° to 121°. It has been named dacr 3 rdene. 

In addition to the above-described terpenes proper, there are a few 
other hydrocarbons which may be conveniently dealt with here. These 
are salvene, the so-called oleiinic terpenes, myreene and ocimenc, the 
terpene homologues, oantharene, santene, and a hydi-ocarbon of the formula 
CjiHij found in sandalwood oil, and the diterpene phyllocladene. 

Salvene. 

Salvene is a hydrocarbon of the formula CjdHjj found in oil of sage 
by Seyler. It has the following approximate characters:— 

Specific gravity. 0-800 at 20° 

Boiling-point.■ . 142” to 145” 

Refractive index. 1-4488 

Optical rotation.-I-1° 40’ 

> The Pinti of AuihtMa, 897. 


JBerieWe, 38(1902),S50. 
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Its constitution is as follows;— 



C CH(CH;,). 

JcH, 

/ 

CH.CHs 


Myrcene. 


Myrceiio is a compound of the formula C,(|Hif, which has been found 
in a numter of essential oils, such as bay oil, West Indian lemon-grass 
oil, the oil of JAppia citriodura, etc., etc. It has sufficient resemblance to 
the.terpcnes propdl to have been classified as an “olefinic” terpene, its 
constitution beirp'that of an open chain, and not a ring compound. 

Myrcene has one of the two following constitutions:— 


CH,. 

>C; CH. CHj. CH,. C(CH2). CH; CH^ 
CH/ 


or 


CH./ 


C. CH.,. CH,. CH,. C(CH,). CH: CH, 


Myrcene can be obtained, according to Power and Kleber,* from oil 
of bay in the following manner: The oil is first shaken with a 5 per 
cent, solution of caustic soda to remove phenols, and is then fractionally 
distilled in vacuo. Eventually, by repeated fractionation a colourless 
liquid results, which distils at 67° to 68° at 20 mm. pressure, and is 
practically pure myrcene. 

Myrcene has the following character:— 


Specific gravity. 
Refractive index 
Boiling-point . 

„ „ at 20 inm. 


O-SOJ 

1'4700 at 19° 
167° 

07° to 68° 


By reduction with sodium alcohol, myrcene yields dihydromyreene, 
a liquid, which yields a tetrabromide melting at 88°, which is a 
useful compound for the identification of myrcene. The olefinic terpene 
ocimene {q.v.) yields the same body on reduction, so that dihydromyreene 
and dihydro-ocimene are identical. By acting upon linalol with rodium 
i^lcohol, a hydrocarbon of the formula C,„Hig is formed by abstraction of 
the*oxygen, which is also identical with dihydromyreene, although it has 
been named linalolene. It yields the' characteristic tetrabromide melting 
at 88°. The physical characters of the dihydromyreenes prepared from 
these various sources are as follows;— ® 


' Pham. Bund., New York, 1896,13. 

® ScMmmel 4 Co., Btpari, Oct. ISftl, 129. 
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Liimlolciic 

; Dihyrlroiiiyrccm* 

Dihydnmiyrceup j triliydro-ocinu-iie 

DiliydiviuyrceiH- j 

I 

(Semiiiler). 

(Eukljiar), 

(Scliiimuel & Co.). 1 

165“ to 168“ 

171-5“ to 173-5“ 

166“ to 168” 1 166“ to 168“ 

168” 1 

t 

oc 

QC 

o 

0-7802 (? “) 

0-7852 (16“) 0-7750 (15”) 

0-7824 (1,5”) 1 

1-455 (20“) 

1-4501 

1-4514(17“) i 1-4507 (17”) 

1-4,5251 (1,5") ■ 


The preparation of dihydromyi oene tetmbroniide is often attended by 
difficulties. The method recommended by Knklaar, and recently also 
adopted by Seramler, of dissolving the hydiocarbon in glacial acetic acid, 
has not stood the test of practice, liecause according to Schimmel & Co. 
it generally gives rise to oily bromides. Hydrobrornic acid ajipcars to 
be evolved as soon as the bromine is added to the glacial acetic acid 
solution. The reaction is accomplished more quickly and elTectively by 
dissolving the hydrocarlKm in a mixture of 1 part by volume of amyl 
alcohol and 2 parts by volume of ether. Soon after the additioft of’ 
the calculated quantity of bromine the tetiabromide separates out. 

If myrcene be treated with glacial acetic acid to 40° tor three to four 
hours, with the addition of a little sulphui ic acid, hydration takes jdace, and 
an alcohol, which is termed myrcenol is formed. This Iwdy is an oil, of 
specific gravity 0'9032, refractive index 1'4806 at 15’, and boiling-point 
99° at 10 mm. pressure. It yields a phenylurethane melting at 68°. 

Myrcenol probably has the constitution :— 

CU,. 

)C : CH . CH,. CII.,. C(CH.,)(01I). CH : CH., 

ch/ 

or 

CH, 

\c . CH.,, CH.,. CII,. (:(CH.,K0H) . CH : CH, 

CH./ 

The resemblance of myrcene to the Un jienes proper may possibly be 
connected with the fact that, like geraniol and linalol, they show a marked 
tendency towards closing the open chain into a six carbon ring. For 
example, when dihydromyrcene Cj,,!!,, is treated with acetic and sul¬ 
phuric acids, an alcohol is formed, together with the isomer ic hydrocarlxrn, 
Ci„n,,, where a six carbon ring has been formed, attd which is termed 
cyclo-dihyilromyrccnc. This body is an orlorous oil having the following 


characters:— 

Boiliirg-point.109^ to 172“ 

Specific gravity. 0-828 at 20“ 

Refractive index. 1 -4620 „ i0“ 

Molcouiar rekaotion.45' to C,8“ 


Myrcene is easily polymerised, atrd it is probable that this fact 
accounts for the decrease in solubility of essential oils which contain 
myrcene, when they have been kept for any length of time, 

Koschelew ’ has recently prepared a closely related olefinic ter-pene, 
which he has termed )8-myrcene, by treating isoprene in a sealed tulre to 
80° to 90° for five days. This body has the constitution;— 

.CH, 

CH,: CH. C(CH,) : CH. CH,. C^ 

' Chem, Zentral. (1916), i. 1068,1186. 
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It is a colourless oil having an odour very similar to that of myroene, 
and boiling at 63° at 20 mm. 


OCIMENE. 

. This body is very closely related to myrcene, and has been found in 
the oil of basil distilled in Java. It has the following constitution:— 

CIIj. CCCII,): CH. OH.,. GH: GCCH^). CH: CIIj 

Its charactei-s are as follows:— 

Specific gravity. 0’80.S 

Kefractivc index. 1-4850 

Boiiing-poiut.172“ at 750 mui. 

„ „ .78“ to 74“ at 20 mm. 

.-Is stated above it yields dihydromyrccne (dihydro-ocimene) when 
reduced by sodium alcohol. On hydiatiou by means of acetic and sul- 
■phiiric acids it yields a)i alcohol, ocimenol, which has the following char¬ 
acters :— 

• 

Specific gravity. 0-901 

Itofractive index. 1-4900 at 1.5“ 

Boiling-point.97° at 10 mm. 

lleltiug-point of plieuylurotliane. 72" 

By heat, ocimene is convei-ted into allo-ocimeuc, which is probably 
a stereoisomeric compound. 


Ganthamene. 

I la worth ' has described a lower homologue of the terpenes which he ob¬ 
tained by the dehydration of the alcohol cantharenol. Ganthareue, GgH,.^, 
was lii-st prepared by Piccard during his classical work on cantharidine, 
and it so closely resembled the tei-penes in character that Piccai-d re¬ 
garded it as the first artificially prepared teipene. The close relationship 
of these bodies, which are dihydroxylencs, to the teiixmes, made it of 
interest to cany out a careful examination of them, and with this object 
in view a general method has been devised for the preparation of pure 
hydrocarljons of this group. It methyl-cyclo-hexenone is treated with 
magnesium methyl iodide the alcohol cantharenol is obtained, which is 
the tei-pineol ” of the gioup. The dehydration of the alcohol leads to 
the formation of the corresponding hydrocarbon, which, chemically, is 
1:2 dimethyl A- -" cyclohexadiene. This body boils at 135-5°, and 

20 ° • 

has a specilic gravity 0-852 at , and refractive index 1-4895; and ap- 

• 

peai-s to agree in all its chai-actei-s with Piccard’s cantharene. it has a 
high refractive index, and gives similar colour reactions, and yields oi-tho- 
toluic acid on oxidation. There are, of coui-se, three isomeric dihydroxy¬ 
lenes, and the other two were also prepared, and have the following 
characters:— 

■ Jour, Chm. Soc., 1913, 1242; P.'and E.O.R., 1913, 254, 
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' Boilmg-point 

I fWW 

Specific gravity " ^ 

I Bofriictivc index , 

I Molecular rofrai-tiou . 


Diliydro- 

Piliydro- 

Dihydro- 

f'-xylene. i 

i«-xyleiie. 

'(>-xylene. 

135-5° 

135° 

135° to 138° 

0-8521 

0-8373 

0-830 . 

1-4895 

1-4856 

1-4797 

36*62 

1 

37-01 

36-94 


SaN'I'BNK. 

This hydrocarbon, also known as nor-canipheiie, is an immediate 
lower homologuc of the terpenes, of the formula C|^n. It was dis¬ 
covered in oil of sandalwood by Midler.' It is also present in Siberian 
pine-needle oil, and in several other pine oils. 

According to Semmler ^ it has the constitution :—• 

CH 


l\,cJ 



Santene has also been examined by Aschan.* The following are the 
characters of the purest specimens which have been isolated from 
sandalwood and Siberian pine oils:— 



Sandalwood. 

Siberian Fine. 

Seininler. 

Asohan. 

Boiling-point . 

31° to 33° (9 mm.) 

140° 

140° 

Specific gravity 

0-863 (20°) 

0-8708 (15°) 

0-8698 (15°) 

i^fractive index 

1-46658(20°) 

1-4688 (17-6°) 

1-4696 (19°) 

notation .... 

-8 0° 

±0° 

-f 0° 


Santene forms a nitrosoohloride, prepared in the usual manner, melt¬ 
ing at 109° to 110°, and a nitrosite melting at 125°. It also forms a 
hydrochloride melting at 80° to 81°. By hydration with sulphuric and 
acetic acids it yields an alcohol CgHuOH, which is termed santenol 
(isosantenol, nor-bomeol). This body melts at 97° to 98° and boils jt 
195° to 196°. 

Kondakow ■* has carried out an investigation on the haloid derivativea 
of santene, and finds that mixtures of liquid and solid hydrochlorides and 
hydrobromides are usually obtained so that the haloid derivatives are 
unsatisfactory for identification purposes. 

Archiv d. Phann. 238 (1900), S66. 

' ‘Berichit, 40 (1907), 446fi, 4094, 4844 ; 41 (1908), 121, S86. 

■'» Ibid., 4918. * Jonr. Russ. phys. chtm. Oes,, 43 (1911), 1107. 
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Santenyl acetate, CjE,,. OOC. CHj, is a liquid of specific gravity 
0'9859 at 20°, refractive index 1’46929, and boils at 85° to 89° at 8 mm. 


HyDBgcAKBONs CuHig, from Sandalwood Oil. 


Schimmel Co.' have isolated a hydrocarbon of the formula CnH,,j 
from sandalwood oil. This body is completely saturated and is un¬ 
affected by potassium permanganate at ordinary temperatures. 

Semmler “ in the course of his researches on the constitution of the 


santalols, obtainisd from trici/cZoeksantalic acid, by splitting off carbon 
dioxide gas, a hydrocarbon which he termed nor-tric;//doeksantalane. The 
most recent investigations of Semmler have shown that tric-yc/ocksantalic 
acid possesses twelve carbon atoms, from which it would seem that the 
correct formula of nor-trici/cloeksantalane is and Semmler’s 

analyses agree with this view. 

The following are the ehai-actere of the two hydrocarbons:— 

, « * Hy<lro,»rbon from Nor-triiv/f/m'ksaiitHlaiu* 

Samlalwomi Oil. (aci-oiflins to Semmlrr). 
Boiling'ixrinl . . . 1H3° 


Specific gravity at 30’ 
Hotalivn . 

Refractive index 
Molecular refraction . 


0-90«2 
- a.S" .W 
l-478r, 
46-74 


0-885 

- 11 ” 

1-46850 

47-15. 


It is probable that the trii-yclic hydi-ocurbon from sandalwood oil is 
identical with, or at least closely allied to, Semmler’s nor-tric^efoeksanta- 
lane. 


Phylloclaokne. 

Baker and Smith have isolated from the essential oil of the leaves 
ol ‘ I'hyllodadns Rhomhoidalis a diterjiene, which they have named 
phyllocladene. It has the formula CjoHjo, and melts at 95°. It is 
dextro-rotatory, its specific rotation being + 16-OG". 

2. SESQUITERPENES. 

The sesquiterpenes are compounds of the formula CijIIm, which are 
of higher specific gravity, boiling-point, and refractive index than the 
terpenes. They are of complicated constitution, and are less well under¬ 
stood in this respect than the terpenes, although modern research is 
gradually elucidating many of the problems connected with this inter¬ 
esting group of compounds. Apai-t from the so-called aliphatic sesquiter¬ 
penes, which appear to bear the same relationships to the sesquiterpenes 
proper aj! do the aliphatic terpenes to the true terpenes, the sesquiteipenes 
are classified according to the number of closed rings existing in the mole¬ 
cule, which, where the constitution is not clearly understood, may be 
deduced from the molecular refraction of the compound. The following 
figures generally hold good:— 

Molwular Refraction BpeeiSc Gravity. 

Monocyclic. 67-76 0-875 to 0-890 

Bicyclio. 66-15 0-900 „ 0-920 

Tricyclic. 64-45 0-930 „ 0-940 

^Report, October, IfflO, 121. ‘‘Btriehie, 40 (1907), 1124 ; 43 (1910), 1722. 
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Bisakolune. 

This sesquiterpene is a monoeyclio compound, first isolated from the 
essential oil of Bisabol rayi’rh by Tuoholka.* It was found in oil of limes,- 
and described by Burgess under the name limene. 14 occurs in several 
other essential oils. When separated by fractional distillation from 
lemon oil, Gildcmeister and Muller ^ found it to have the following 
characters;— 


Boiling-point at 4 mm.110° to 112° 

Specific gravity .0‘8813 

Optical rotation.-41°31' 

Refractive index.1'4SK)15 


When prepared by regeneration from the trihydrochloride, the sesqui- 
trepene is inactive, a pure specimen having the following characters 


Boiling-point at 761 mm.201° to 202" 

Optical rotation. 0° 

Specific gravity .' . 0'8798 

Relractivo index. 1-4901 


If a current of hydrochloric acid gas be passed through an ice-cold solu¬ 
tion of the sesquiterpene dissolved in ether a crystalline trihydi-ochloi-ide 
is obtained, which melts at 79“ to 80°, and has the formula . 3HC1. 


ZlKGlBEliENE. 

This sosquiterj)cne was isolated from oil of ginger by Von Soden 
and Rojahn* and has been examined by them and by Schreiner and 
Kremers.* It is obtained by fractional distillation under reduced pressure 
and is a colourless and nearly odourless oil. Its characters are as 
follows;— 

Boiling-point. 270' (witli decompotitinn) 

„ „ at 32 mm. 100'' to 161“ 

„ „ „ 14 nun. 134“ 

Specific gravity. 0-873 at 20" 

Refractive index. 1-49399 

Specific rotation.- 78° (approximate) 

Zingiberene forms a dihydrochloride, Cj^H^j, 2HC1, when its solution 
ill an equal volume of glacial acetic acid is saturated at 0“ with dry 
hydrochloric acid gas. It crystallises from hot alcohol in line white 
. needles melting at 168“ to 169°. 

The nitrosochloride, CijH^.,. NOCl, piepared in the usual manner, is a 
white powder melting with decomposition at 9G“ to 97“. 

The nitrosite, CuHjijNjOj, is formed when zingiberene is dissolved 
in ten times its volume of petroleum ether, the solution well cooled and 
treated with a solution of sodium nitrite, and acetic acid added. It 
crystallises from hot methyl alcohol, and melts at 97“ to 98°. ■ 

Zingiberene also forms a nitrosate, CijHjj. NjO,, when the sesqufter- 
pene dissolved in an equal volume of glacial acetic acid, is cooled to 0°, 
and ethyl nitrite, and then nitric acid added. The nitrosate is dissolved 
in acetic ether and precipitated with alcohol. It forms a yellow powder, 
melting with decomposition at 86°. 

■ > ,4n!;». (fee Pliarta., 235 (1897), ‘292. ^ Sc-himmel, BericlU, October, 1909, 80 . 

’PharnK Zeit., 45, 414, *Phar^. Arch., 4,141,161. 
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When the dihydrochloride above mentioned is produced, it is probable 
that molecular rearrangement takes place and that the compound is really 
the dihydvoohloride of a bicyclic Vso-zingiberene. According to Semmler 
and Becker' when zingiherene is treated with acetic and sulphuric acids, 
it is oonveited into fso-zingiberene. This sesquitei’pene has the following 
chaiucters;— 

Boiliug-poiut at 7 mm. . 118'’ 

Specific gravity.0’3118 at 20” 

„ rotation.- 61° 30' 

Refractive index.1'5062 

Ziugiberene and iso-zingiberene probably have the following con¬ 
stitutions :— 


GH GIL 

I r! 

JI G 'G 

lIjG . GH GH GH,, 

Zingibercnc. 


ILC^yilL 

GH GH„ 

H.G'^^-'' \gh 


” H,G 


OH 






HjG.GH GH 

/so-xingiborenc. 


GH., 


Gadinknr. 


Gadineno owes its name to its occurrence in considerable quantity 
in oil of cade—which, of course, is not a true essential oil, but the pro¬ 
duct ol destructive distillation. It is found in numerous essential oils, 
including those of patchouli, savin, galbanum, camphor, cedar wood. 
West Indian santal, juuijrer, and many others. Gadinene is best pre¬ 
pared as follows:— 

The fraction of oil of cade boiling at 260" to 280" is converted into 
cadinene dihydrochloride by satui-ating its solution in dry ether with dry 
hydrochloric acid gas. The hydrochlor-ide is seyraiated, dried, and 
recrystallised, aird the hydrochloric acid removed by heating it with 
arriliire or with sodium acetati! in glacial acetic acid. The liberated 
cadinene is rectified in a current of steam. Gadinene from oil of cade 
is highly laevo-i’otatoiy, the dextro-rotatory variety being obtained from 
Atlas cedar oil and West Irrdian sandalwood oil. 

The purest spccirneits of cadinene prejrared have the following char¬ 
acter’s :— 


Hpecilic gravity . 
Befitetivo index 
Optical rotation . 
Cuibng-point 


0-9215 

1-.6065 

. . -105” 30' 

. 272" to 275” 


* liepeschkine - prefers the use of sodium ethylate for the regeneration 
of the sesquiterpene, and gives the following figures for pure cadinene 
so produced:— 


Specific gravity 
Refractive index 
Optical rotation 
Boiling-point . 


0-9183 at 20" 
1-5073 
- 111 ” 
271" to 272" 


' Beric/tfc, 46 (1913), 1814. . ’‘JTutir.Soc. phys. dim. Russ., 40, 
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Cadiiiene yields a beautiful colour reaction when a few drops are 
dissolved in chloroform and shaken with a few drops of concentrated 
sulphuric acid. The liquid turns dark green, jiassing to blue and be¬ 
coming red on warming. If acetic acid be used instead of sulphuric 
acid, the blue colour is more marked. 

Cadinene forma a well-defined erystallino dihydrocblorido, 
. 2HC1. In order to prepare it most successfully the fraction of 
oil of cade boiling between 260° and 280°, as mentioned above, is dis¬ 
solved in twice its volume of dry ether, and saturated with dry hy'dro- 
chloric acid gas. The mixture is allowed to stand for several days and a 
portion of the ether is distilled off. On further evaporation, the 
dihydrochloride crystallises out. The ciystals are separated, washed 
with a little alcohol, and recrystallised from ethyl acetate. Cadinene 
dihydrocbloride melts at 117° to 118° and has a specific rotation (in 
5 per cent, chloroform solution) - 37°. 

Cadinene dihydrobroraide, C,,,il 24 .2HBr, is obtained by shaking cad- 
ine dissolved in acetic acid with fuming hydrobromic acid. It forms 
white needles melting at 124° to 125°, and having a specific rotation 
- 36'13°. The dihydriodide, Ci;,H 2 r • 2H1, prepared in a similar manner, 
melts at 105“ to 106°, and has a specific rotation - 48°. 

Cadinene nitrosochloridc, C,;,Il 24 NOCl, is prepared by mixing a 
solution of cadinene in glacial acetic acid, kept in ice, with ethyl nitrite, 
and then adding a saturated .solution of hydrocliloric aeid gas in acetic acid. 
It forms crystals melting, with decomposition, at 93° to 94°. The nitro- 
sate, C],,IIo 4 . N 2 O 4 , is prepared by treating a well-cooled mixture of the ses- 
quiteipene dissolved in glacial acetic acid, and ethyl nitrite, with a mixture 
of nitric acid and acetic acid. This compound melts with decomposition 
at 105° to 110°. 

Cadinene is a bicyclic sesquiterpene, whoso constitution is not 
definitely undei-stood. 


Catiyophyllenk. 

Caryophyllene, as isolated from essential oils, and as usually described 
in literature is, without the slightest doubt, a mixture of at least two, 
if not three distinct chemical individuals. 

This sesquiterpene, or mixture of sesquiterpenes, is found to a con¬ 
siderable extent in nature, especially in clove oil, pimento oil, pepper oil, 
cinnamon oil, betel oil, copaitm oil, and numerous other essential oils. As 
isolated from these oils the sesquiterpene has the following characters:— 

Builiug-point.268° to 261'' 

Specific gravity.0'905 „ 'O’OIO 

Optical rotation.- 7° „ - 9° 

Refractive index. 1'5010 

Deussen and Lewinsohn * were the first chemists to show* con¬ 
clusively that at least two sesquiterpenes are present in this body. By 
repeated fractional distillation they separated it into two bodies having the 
following characters, suggesting that the former might be an optically 
inactive sesquiterpene, slightly contaminated with the optically active 
variety:— 


'AnnaUn, 366, 1; 359, 946. 
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Boiling-point (16 mm.). 
Speci&: gravity at 20° . 
Wo . . . . 

«B»» . . . . 


182° to 184° C. ! Boiling-point (17 mm.) 128° to 128-6° C. 
0-9034G 1 Specific gravity at 17° 0-91034 

- 4-67’ j W» - - - - - 23-57° 

1-49973 1 no" .... 1-49899 


The former of tRese bodies gave a yield of 20 per cent, of a nitroso- 
chlgride and 8’2 per cent, of a blue nitrosite. The second gives only a 
very small quantity of nitrosochloride and only O'S per cent, of nitrosite. 

Deussen termed the inactive caryophyllene, as further experiments 
showed it to be, a-caryophyllene, and the laevo-rotatory compound, fi- 
caryophyllene. A third body was obtained, which yielded no blue nitrosite 
at all, to which Deussen assigned the name y-caryophyllene. This body 
was obtained by heating the alcoholic solution of ;8-caryophyllene nitrosite. 
It is identical with the body previously known as isocaryophyllene, and 
has the following characters:— 


Boiling-poiut at 14 mm.124° to 125° 

Optical rotation .-22-22° 


I 

• Semmler and Mayor * have taken up the study of this complicated 
question, and luwe agreed with Deussen in the main, but have further 
complicated the question by introducing fresh nomenclature of a scarcely 
scientitic cbaiucter. They consider, as Deussen proved, that erode caryo¬ 
phyllene consists of three distinct chemical individuals; (1) the inactive 
o-caiyophyllene isolated by Deussen, which is probably identical with the 
sesquiterpene from oil of hops described as humuleue; (2) terp-caiyo- 
phyllene, so called because Semmler considers it to be in some degree 
related to tetpinoleno, and (3) (('m-caiyophyllene, so called on account of 
its believed relationship in some remote manner to limonene. The follow¬ 
ing formuhe have been suggested for the last named two modilications;— 


H^C 

nc 


C-CH, 

6 

HjOO-CHj II 

c 


CH CH., 




I’crp-caryophyllene. 


H-C 

HC 


C-CHj CHj 


\ 



CH 

HjC-C-CHa J 


C 

.11 

CH., 



Atnt-caryopIiylJene. 


CH, 


Terp-caryophyllene and iim-caryophyllene can be converted^the one 
into the other by the preparation of their nitrosites or their nitroso- 


> perielUe, U, £657. 
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chlorideB, and subsequent regeneration of the sesquiterpene. They also 
both yield the same hydrochloride, melting at 69°. 

Sohimmel & Co.* showed that by treating caiyophylleue hydre- 
chloride melting at 69° (68° to 70°) with sodium ethylate, an unsaturated 
tricyclic sesquiterpene resulted. This body has the following character's:— 

Boiling-point at 738 inm.267° to 259° 

Specific gravity.0'919 

Optical rotation.- 35° 37’ 

Ilefractive index.1'4958G 

If milk of lime be used as the regerrerating reagent, a different sesqui- 
tci'pene results, which has the following characters:— 

Boiling-point at 738 nun. 257° to 258' 

Specific gravity.0-9117 

Optical rotation.- 35° 28' 

Refractive index. 1-49941 

Sernmler and Mayer-agree that the reagent used and the conditions 
of temperature, etc., govern the character of the sesquiter-pene, or nrixtur-e 
of sesquiter-penes which i-esult. By using sodium 'methylate very cau¬ 
tiously, they obtained a caryophyllene havirrg the following character's:— 

Boiling-point at 12 mm.121° to 122'5' 

20" 

Spectfic gravity at 0-8990 

Optical rotation.-I-19° 

Kofractivo index.1'1990 

So that by suitable proeedur-e it is possible to regerrer-ate the dextro- 

caryophylleiie naturally preserrt in oil of cloves from the crystalline hydr o- 
chlor-ide. 

By using pjTidirre to split off' the hydrochloric acid, Semntler arrd 
Mayer obtained a caryophyllene substantially identical with that obtained 
by Schimmel, but of optical rotation - -57°, indicatirrg that Schirnmel’s 
body was a rrrixtur-e of the two compourrds. Senrmler and Mayer- give 
the followirrg forrrrulip for the car-yoirlryllenes tndicaUrd by the above, 
together with that of the hydrochloride, to irrdrcati- thir transpositions 
which occur:— 

OH., OH OU,, OH 

/\H/,\ OH, /OH, 

H,C 0 ! 0( H..0 0 I C( 

1 1 C11,'\0H, "I I OIL!\0H, 

0 0 ; OH., 001 010 I OH., 

/\ ! \l/^ /\ |\i/ 

H,,C OH, OH, OH 11,0 OH,, OH, OH 

(1) Bicyclic regenerated caryophyllene. Diliydroc-liloride. 



H,0 OH, OH, OH 
(2) Tricyclic caryophyllene. 

r Beporl-, October, 1910, 180. 


OH, OH, OH 
(3) The caryophyllene which yields a 
blue nitrosite. 

•‘lierichU, 43 (1910), 3451. 
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Formula (1) would thus indicate the natural dextro-caryophyllene 
of close stems; formula (2) indicates the highly laevo-rotatory oaryo- 
phyllene resulting from regeneration by means of pyridine, and (3) may 
represent the a-cary^phyllene of Deussen. 

If these assumptions be correct, there must be at least four natuiul 
sesquiterjienes of the caryophyllene character, namely, thosis represented 
by formulas (1) and (3), and the fcrp-caryophyllene and fm-caryo- 
phyllene of Semmler. The most charaoteiistic derivatives of the 
caryophyllenes are the following:— 

Caryophyllene dihydrochloride, C|f,H 24 .21IC1, may be obtained by 
saturating a quite dry ethereal solution of the sesquiterjsene with dry 
hydrochloric acid gas, and exjsosing the mixture to very intense cold. It 
melts at 69° to 70“. 

Caryophyllenic alcohol, Cu.Hj,,0, is the easiest ciystalline derivative to 
obtain for purposes of id('uti1ication. Tbe fraction of the oil containing 
caryophyllene is heat^l for a considerable time on the water-bath, using 
2!x grams with a mixtun; of 20 giams of strong sul])huric acid, 40 grams 
of water, and 1000 c.c. of glacial acetic acid. When the reaction is com- 
])lete, the mixture is steam-distilled. .\t hi'ftt acetic acid and a mobile 
od pass over, and then a much less volatile product, which solidifies on 
cooling. This is collected and jmrilied by crystallisation from alcohol. 
It is caiyophyllenic alcohol, and melts at 94° to 96°. It forms a phenyl- 
urethane melting at 136" to 137' On treatment wdth dehydrating agents 
this alcohol yields not any modification of caryophyllene above described, 
but a sesquiterpene which is known as clovene, but which is probably just 
as accurately describiid as an isomci’ic caryophyllene as any of the other 
sesquiteipencs in question. It is, however, described laslow under a 
separat(! heading in Older to hi; in conformity with the current, although 
unsatisfactory, nomenclature. 

Caryophyllene nitrosochloride, (C|jH 24 ) 2 N.j 0 . 4 CL, is obtained when a 
mixtuie of the sesiiuitmpene, alcohol, ethyl acetate, and ethyl nitrite is 
cooled in a freezing mixture, and then treated with a saturated solution 
of hydrochloric acid in alcohol. The reaction mass is allowed to stand 
on ice for an hour and is then exposed to sunlight. Thus prepared it 
melts at about 15H" to 163”, and can lie separated into two compounds, 
one being that of o-caryophyllene and the other that of /3-caryophylleno 
(Deussen's sesquiteipenes of natural caryophyllene from clove oil), a- 
caryophyllenc nitrosochloride melts at 177°, and fS-caryophyllene nitroso¬ 
chloride at 159°. They can be separated by fractional crystallisation. 
The corresponding a-nitrolbenzylamine melts at 126° to 128”, and the j8- 
nitrolbenzylamine at 172" to 173°. The bimolecular formula given above 
is probablq but not certain. 

Nitroso-caryophyllene, CjjH^jNO, is prepared by splitting off hydro¬ 
chloric acid fi'om the corresponding nitrosochloride, by means of sodium 
me4hjjlate. a-nitrosocaryophyllene melts at 116“ and is optically in¬ 
active (as is the o-nitrosochloride), and jS-nitrosocaiyophyllcne melts at 
120° to 121° and has a specific rotation -p 61-77° (as against -98-07° for 
the )3-nitrosoohloride). 

Uaryophyllene nitrosite is an interesting compound. It has the 
formula Cif,H. 24 N 203 , and was first produced by Schreiner and Kremers.‘ 
It is formed by treating a mixture of equal volumes of the sesquiter¬ 
pene and petroleum ether with a concentrated solution of sodium nitrite 

, ' Pliann. Archives, 2 (1899), 283. 



78 


THE CHEMISTRY OP ESSENTIAL OILS 


and glacial acetic acid. It cryatallises in fine blue needles; when le- 
crystalliaed from alcohol it melts at a maximum temperature of 115° and 
has a specific rotation + 103°. 

By treating this blue nitrosite, which Deussen calls ^S-caiyophyllene 
nitrosite, with alcoholic potash at 0°, it is inverted to a colourless isomer, 
melting at 139°, which Deussen terms/3-oaryophyllene isonitrosite. By 
treatment with boiling petroleum ether decomposition takes place and a 
compound melting at 159° is formed, of formula not yet established, and 
a nitro-compound of the formula CjjUjjNjOj, melting at 130’5°. 

Prom the mother liquors of the preparation of the nitrosite from 
caryophyllene, a sesquitei’pene is obtained, which may be the product of 
inversion by acids, or may be naturally present. It has the following 
characters:— ^ 

Specific gravity.0'8990 at 20° 

Refractive index.1-19617 

Optical rotation.- 25° 

This body has been termed by Deussen isoearyophyllene. It yields 
two nitrosochlorides, a-isocaryophyllene nitrosochloride melting at 122°, 
■and /8-isoearyophyllene nitrosochloride melting at 146°. 

A study of the oxidation products and nitroso-derivatives of caryophyl¬ 
lene, leads Deussen to consider that this sesquiterpene is a naphthalene 
derivative of the formula— 



CHj CIIs, 


CII., 

CH^ 


The above considerations indicate the complex nature of the hydrocarbons 
known as oarj’ophyllene. Por practical purposes, however, the compounds 
indicated are obtained of practically definite melting-points, and, in spite 
of the compliqated isomerism existing amongst most of them', are useful 
for identification of the sesquiterpene or mixture of sesquiterpenes, occur¬ 
ring naturally and known as “ caryophyllene 


Humolenk. 

Humulene is the name assigned by Chapman ‘ to the sesquiterpene ' 
which he isolated from essential oil of hops. Its characters are as 
follows;— 

■ Specific gravity . . '.0’9001 at 20° 

Boiling-point.. . . ■ 263° to 266° 

1 Jottra. Chm. Soc., 67 (1895), 64, 780. 
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It is probably optically Inactive. The following derivatives of humnlene 
were prepared:— 

Hutnulene nitrosochloride, Cj^Hj^NOCl, melts at 164° to 165°, and 
yields a nitrolpiperidine, C]jHi! 4 NO. N . CjHij, melting at 153”, and a 
nitrolbenzylamine, CijHjjNO . N. C 7 H 7 , melting at 136°. 

Humulene nitrosate, GuHjjNjOj, melts at 162“ to 163°. 

Humulenc nitrosite, CiiiHjjN^Oj, was obtained in two modifications, 
one forming blue crystals melting at 120 °, and the other colourless melt¬ 
ing at 166° to 168°. 

Deussen ^ considers that the nitrosate above described is identical 
with that of a-cai^ophyllenc, and that the iiitrosoohloride is identical 
with that of the same sesquiteipene. He therefore considers that 
humnlene is, at all events in greater part, actually a-caiyophyllene. 

The similarity between humulene and caryophyllene had not escaped 
Chapman’s notice at the time that he isolated humulenc, but as he was 
unable to prepare a hydrate, which is one of the easiest of the caryo- 
phyll(jne derivatives* to obtain in a pure state, he concluded that the 
sesquiterpene was not identical with caryophyllene. Eecent work by 
Semmler does not tend to establish the identity of the two sesquiterpenes, 
and unless and until further evidence to the contrary is forthcoming, 
humulene may be regarded as a definite chemical individual. 


Selinknk. 


Selinene is a bicyclic sesquiterpene occurring in essential oil of celery. 
Its presence was first indicated by Ciamician and Silber “ who announced 
the isolation of a sesquiterpene boiling at 262° to 269°, but no charac¬ 
teristic derivatives were prepared. Schimmel & Co.“ examined this 
sesquiterpene to which they assigned the name selinene. They prepared 
a solid dihydrochloride melting at 72“ to 74’ and having a specific rota¬ 
tion +18°. The pure sesquiterpene, regenerated from the dihydrochloride 
by means of sodium ethylate had the following characters;— 

Boiling-point. 268° to 272° 

Specific gravity.0'9232 

Optical rotation.+ 49° SO' 

Befractive index.1*60463 

Molecular refraction.65*82 

The most recent work, however, on the sesquiteipene is that of 

Semmler and Risse.'' From the crude selinene, prepared by fractional 
distillation, they prepared the crystalline dihydochloride, C^Hj,. 2HC1, 
melting at 72° to 74", by passing a mixture of 1 part of dry hydro¬ 
chloric acid gas with 3 parts of air, into the sesquiterpene dissolved in 
ether. This compound on digestion at very gentle heat, with a solution 
of caustic potash in methyl alcohol, yields selinene, which the authors 
' coqplude is a doubly unsaturated bicyclic compound. The character of 
the selinene thus obtained are as follows;— 


Boiling-point at 11 mm.128° to 132° 

Specific gravity at 20°.0*919 

Befractive index. 1*5092 

Optical rotation.-i* 61° 36' 

By reducing selinene with sodium alcphol, tetrahydroselinene was 


' ifmir. prakt. Chm. [2], 83, 483. ’ Berichle, 30, 496. 

3 Beport, April, 1910, 32. ’ ‘ Berichte, 46, 3301 j 46,699. 
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obtained, ol the formula G,,,Ujs. This body has the followine char¬ 
acters :— 

Boiling-point at 10 mm.. to j26'^ 

.Specific gravity at ilif .' ' 0’888 

Optical rotation.’ ' 1“ 12’ 

Kelraotive index. 1 ' 4 R 375 

Ill a second specimen prepared the optical rotation was -f 7" 

Seliiiol, an alcohol of the formula C,;,!!^,^, was prepared Irom the 
dihydrOchlorido by shakins it for thirty-six houre at a temperature of 95° 
with milk of lime. It is a yellow oil, hoilitif,' at 155“ to 163°. This 
alcohol yields dihydroselinol, 0 , 328 ^). "hen reduced by hydrogen in the 
presence of linely divided iilatinum' This body melts, after ciTstallisatioii 
from diluted acetic acid, at 8G° to 87’. 

They have also carried out the oxidation of selinene by means of 
oxone and potassium permanganate and have thus been able to establish 
tha,t the regenerated selinene is not absolutely identical with the natural 
selinene. Thi^y are the first to record the existence of a he,nii-cyclic 
mipiiteipnic; this compound is termed pseudo-(f3)-seliiiene. By passing 
a current of ozone into a solution of natural selinene (pseudo-(;8l-*selinene) 
in acetic acid, there is obtained a dtheUm-e, CisHaiOa, which is jiiirihed by 
treatment with permanganate in acetone solution. Its proiieities are as 
follows:— 


Boiling-point at JI mm.. igi).. 

Specific gravity.i.oii 44 at 20’ 

Kefractivc index.. '4908;^ 

Optical rotation.. q'* 

Its dimnkaikiznw, C|f,]L,;N,.,08, undts at 1128' C. with decomi)osition 
The diketone regenerated by the action of oxalic acid on the disemicar- 
bazone has the following properties;— 

Boiling-point at 11 mm.. to igo 

Siwdfic gravity.] i-0.560 at 20- 

Kefractivo inflex.1-4994 

Optical rotation.. 

The principal oxidation pi'oduct of the selinene regenerated from the 
dihydrochloride is a diketocaihoxylic acid, of the formula C,,II.O 
melting at 226 ’. ■" 

Scnimler deducfjs from these results that natural selinene is composed 
of a mixture containing principally the hemicyclic pseudo-(/8)-selinene, 
together with a small quantity of ortho-(u)-8elinine. By passing through 
the dihydrochloride it is possible to convert the i)seudo-(^)-selinene into 
the ortho-(a)-seliiiene or regeneiuted selinene, which contains only a 
small proportion of the fi form. Both yield the same solid dihydro¬ 
chloride. Selinene affords a typical example of the possibility of the 
displacement of the double bond from the side chain into the nucleus. 

The following structural formula; represent, according to Semmler, 
the constitutions of the two forms of selinene and illustrate how they 
both yield the same dihydrochloride and the same letrahydroselineue. 

Selinene is still another case of unhaj)py nomenclature. The natural 
body is first known as selinene. The regenerated sesquiteipene is termed 
ortho-o-selinene, and Ixjcaiisc the natural, originally named selinine does 
not agree with the artificial body, it is now called “pscjfdo-selinene ”. 
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The Santalenes. 


Two distinct sesquiterpenes exist in the essential oil of Santahim 
album, known as o-santalene and /S-santalene. /S-santalene is probably 
a bicyclic and a-santalene a tricyclic sesquiterpene. These sesquiter¬ 
penes were discovered by Guorbet.* From the method of their prepara¬ 
tion it is doubtful whether they have been obtained in a state of purity, 
so that the characters assigned to them must be accepted with some 
reserve, and as probably being only approximate. 

o-santalene has, according to Semmler, the following characters:— 


Boiling-point at 9 mm.118“ to 120“ 

„ „ „ 760 mm. 253“ „ 254“ 

Specific gravity at 20“. 0-8981 

Refractive index.1-4910 

Optical rotation. 1 , 5 “ 


/3-santalene has, according to Semmler, the following charactere:— 


Boiling-point at 9 mm.125" to 127" 

„ „ „ 700 mm.261° „ 262" 

Specific gravity at 20".0-892 

Eolractivc index . '. 1-4932 

Optical rotation.- 35 " 


a-santalene, according to Schimmel & Co., has 
aoters;— 


the following chai- 


Boiling-point at 7 imn. 

„ „ „ 753 mm. 

Specific gravity at 1,5° 
Refractive index at 15° 
Optical rotation 


whilst Schimmel’s values for 


;8-santaleue are as follow 


118° 
252° 
0-9132 
1-49205 
- 3° 34' 


Boiling-point at 7 mm.125“ to 120 “ 

Specific gravity at 20".0-894 

Refractive index at 20 “. 1-4946 

Optical rotation.- 41" 3' 

/S-saulalene has been synthesised by Semmler and Jonas by heating 
/-a-phellandrene and isoprene in a sealed tube. 

No crystalline hydrochlorides could be obtained from either santalene. 
tt-santalene forms a liquid dihydrochloride of optical rotation -l- C", when 
dry hydrochloric acid is passed through its ethereal .solution. It also 
forms a crystalline nitrosochloride imJting with decomposition at 122", 
and a uitrol-piperidide melting at 108° to 109". y8-santalene foi-ms 
corresponding compounds, the dihydrochloride having a rotatory power 
-I- 8 °. It forms, however, two isomeric nitrosochlorides, CjfHj^NOCl. 
They may be sepaiated by fractional crystallisation from alciiiol. One 
melts at 106°, the other at 152°. The con-esponding riitrol-pipei-idides 
melt at 105° and 101" respectively. 

By the dehydration of the isomeric santalols contained in sandalwood 
oil, Guerbet obtained two sesquiterpenes, which he designates o-isosantalene 
and ^-isosantalene, according to the santalol from which they are re¬ 
spectively obtained. He assigns to them the following chai-acters:— 


Boiling-point. Opti al Rotation. 

a-isosantalene. 265° to 266“ + 0-2° 

B-isosantalene. 269° „ 260“ -f 6 - 1 “ 


‘ Cmnpt, rend., 130 (1900), 417,1324, 
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Atbactylene. 

Gadamerand Amenomiya ^ have prepared a well-defined aesquiterjieiie, 
which they term atractylene, by dehydrating atractylol, a crystalline 
sesquiterpene alcohol separated from the oil of A tractyl is ovata. It is 
an oil with an odour of cedar wood, and is probably bicyclio. It poly¬ 
merises on keeping and has the following characters:— 

Boiling-point at 10 mm.IZS” to 126“’ 

Specific gravity.0-9101 at 20“ 

Jlofractive index. 1-50893 

It yields a liquid dihydrochloride, from which, by the action of 
aniline, hydrochloric acid is split oil. The regenerated sesquiterpene, 
however, differs in character from atractylene. 

Guaienk. 

By dehydrating guaiol, the sesquiterpene alcohol present in guaiac 
wood oil, Wallaeh and Tuttle - obtained a liicyclic sesquiterpene which 
they called guaieue. ft has l)eeu obtained by different methods by other 
observers from guaiol, and its characters are recorded as follows;— 

Specific gravity. about 0-910 at 20" 

Kefractive index . . . . „ 1-5010 

Optical rotation.from - 40-35“ to - 66-11" 

Boiling-point.124° to 128° (at 9 to 13 mm.). 

No crystalline derivatives have been prepared. 

Cai’ahuai'ene. 

Tapia “ has prepared this bicyclio sesquiterpene by distilling oapar- 
ra))iol, the sesquiterpene alcohol present in eaparrapi oil, with phosphoric 
anhydride. It is a colourless oil having the following characters:— 

lioiling-poiul. 240“ to 260’ 

Specific gravity. 0-902 at 16“ 

Kefractive index. 1-4953 

Specific rotation.- 2*21“ 

Its glacial acetic acid solution gives a rose-violet coloration on the 
addition of a few- drops of sulphuric acid. 


UvPltESSENE. 

Odell ■* has isolated from the wood of Taxodium dis^khum (the so- 
called southern cypress) a sesquiterpene which he terms cypressene. It 
’ has the following characters:— 

Boiling-point at 35 mm.218“ to 220° 

„ „ „ 778 mm. 295° „ 300° 

Specific rotation. + 6-53° 

It yields, on oxidation with nitric acid, an aoid having the odour of 
isovaleric acid. It is probably tricyclic. 

' Arch, der Pham., 241 (1903), 33. » Annalen, 279 (1894), 396. 

“ Pull. Soc. Chim., 19 (Hi.), 639> * Jour. Amur. Chem. Soe., 33, 765. 
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Guimunenb. 


Deussen and Philipp* have separated the sesquiterpene fraction of 
gurjun balsam oil into two distinct sesquiterpenes, which they term 
tt-gurjunene and ;8-gurjunene. The former is a tricyclic and the latter 
a bioyclic compound. By repeated fractionation they obtained a-gar- 
junene, boiling at about 119° at 12 mm., and which had an optical rota¬ 
tion of not leas than - 61°. They found /3-gurjunene to boil at 123° at 
12 mm., and to be slightly dextro-rotatory. Semmler and Spornitz* 
have, however, prepared j8-gurjunene in a state of purity. By oxidising 
the mixed sesquilei'pcnes in acetone solution with potassium permanganate 
the a-se8quiter])eue is readily oxidised, whilst /S-gurjunene is attacked 
only with difficulty. The latter was obtained in a state of purity and 
had the following character's:— 

Boiling-point.113'S“ to lU” at 7 mm. 

Specific gravity at 20". 0'9329 

liefractive index. 1-50526 

Optical rotation.more than -f 19° 

When reduced by spongy platinum it yields dihydro-/3-gurjuueue, 
CjjHof,, having the following characters:— 

Boiling-point.11.5° to 117° at 7 mm. 

Spooilio gravity at 20°. 0-9239 

Refractive index. 1-4949 

Optical rotation . ■. - 37 ° 

Semmler considei-s /8-gurjunone to resemble the tricyclic sesquiterpene, 
cedrene, so that it is doubtful whether it is bicyclic or tricyclic. 

According to Beussen, both a- and /8-gurjunene yield, on oxidation, a 
ketone which yields a scmicarbazone melting at 234", and has 

the following characters;— 

Boiling-point at 12 nim.175° to 178° 

Specific gravity. 1-0160 

Optical rotation. + 120° to -e 130° 

Refractive index. 1-5303 

When rectified gurjun balsam oil, that is, a mixture of a- and /8-gur¬ 
junene, is saturated in ethereal solution with hydi-ochioric acid gas, and 
the mixture is left standing for two days at room temperature, and the 
hydrochloric acid abstracted by heating with sodium acetate, the re¬ 
generated sesquiterpene appears to he a bicyclic compound having the 
following characters:— 

Boiling-point.129-5° to 132° at 12 mm. 

Specific gravity. 0-9183 

Refractive jpdex. 1-5057 

Deussen and Philipp term this sesquiterpene isogurjunene. 

Gopaenb. 

Semmler and Stenzel “ have isolated a sesquiterpene which they term 
copaene, from African copaiba oil. It is protebly a tricyclic compound. 
Its-physical characters are as, follow's:— 

> Mnaien, 374 (1910J, 105. » Berichte, 47 (1914), 1029. » Ibid., 2556. 
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Boiling-point at 10 mm.119“ to 120“ 

Specific gravity. 0-9077 at 17“ 

„ rotation.-13“ 86 ' 

nefractive index.1-13943 


It does not yieid a solid nitrosoohloride, nor a nitrosite, but it yields 
a crystalline hydrochloride, melting at 117° to 118°, which is identical 
with cadinone hydrochloride. Semmlcr considers copacne to have the 
formula— 


HC(Ciy2 CH 



(iopaenc. * 


It yields on reduction dihydrocopaene, a compound boiling at 118° to 
121“ at 12 mm. By oxidation by oxoue or by permanganate of potas¬ 
sium it yields a ketonic acid of the formula C,,,n 2403 , which forms a 
semicarbaxone melting at 221°. These derivatives characterise copaene 
as a new sesquiterpene. Its charactera, however, have only been vei-j- 
slightly investigated at present. 


Sesquicamphene. 

Semmler and Rosenberg ’ have identified a now scsquitei-pene in the 
higher boiling fractions of camphor, oil, to which they have given the 
name sesquicamphene. This compound has the following characters:— 

Boiling-point at 8 mm.129“ to 133“ 

Specific gravity at 20“.0-9016 

Optical rotation.-P 3° 

llefractive index. 1-60058 

It is a doubly unsaturated bioyolio sesquiterpene from which no 
crj-stalline derivatives have, so far, been prepared. 


Cedbenb. 


Cedrene is the naturally occun-ing sesquiterpene of cedar wood oil, 
of which it forms the principal constituent. It is a tricyclic compound 
having the following characters;— • 


Boiling-point at 12 mm.124“ to 120 “ 

„ „ „ 760 mm. 262“ „ 268" 

Specific gravity. 0-9854 

Optical rotation .- 55“ 

Refractive index. 1-60283 


The above figures are for the purest specimen of natural cedrene which 
has been prepared. 

Semmler and Hoffmann ® have examined this sesquiterpene in con- 


* Beriehte, 46 (1923); 768. “ Ibid., 40 (1907), 3611. 
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sideraWe detail. It was dissolved in acetone and oxidised with potassium 
permanganate, and the indifferent pixsiucts thus obtained were sepaiated 
by fractional distillation. Oedrene glycol, Cjr,Hj„ 02 , was obtained to the 
extent of 12 to 15 per cent.; it crystallises from acetone in prisms, melt¬ 
ing at 160°. 

In addition to the glycol, a compound, C, 4 H. 2402 , was formed, which 
Semmler and Hoffmann I’egard as a keto aldehye, or a diketone,' of 
specific gi’avity 1’055 and boiling at 165°. 

When oedrene was oxidised with permanganate, there were chiefly 
formed products of an acid nature, from which a cedrene keto acid, 
C|,,Ho 403 , was isolated, which boiled at 215° to 222“ (11 mm. press.). 
Its semicarbazone melts at 245° and its oxime at 60". 

When oedrene is oxidised by chromic acid, in acetic acid solution, 
a mixture of two ketones is obtained, of which the principal is a body to 
which the name cedrone has been assigned. Cedrone has the following 
chaiaotei’s:— 

P.oiIing-poiut at 11 mm.' 147“ to 150'5“ 

Specific gravity.i-OllO” at 12'6“ 

Optical rotation.- 91" 30' 

Kefractive index. 1'51202 

It is a yellowish liquid having a strong odour of cedar wood, and forms 
a semicarbazone, melting at 242° to 243". 

Hy the reduction of cedrone by means of sodium and alcohol, there 
is formed dihyilro-ixoceiirol, C,r,n 2 „ 0 , boiling at 148° to 151° 0. under a 
pressure of 9’5 mm. When cedrene is heated at 180° to 210° C. with 
hydriodic acid and red phosphorus, and the product formed is reduced 
by sodium and alcohol, a Iwdy C|;,ll 2 ,-, is obtained, which Semmler de¬ 
scribes by the name dihydro-cedrene. It Iroils at 116° to 122" C. under 
12 mm. pi-essui'o; its s])ecific gravity is 0'9052 at 15° C. 

Although the constitution of cedrene is not understood, Scmmlei- and 
Hoffmann consider that the following complexes are present in the 
various bodies described - 

(! 0 C 0 

II II 

0 OH C GIIOH C COOH fJ CO 

\/ \ 

C—CH,, C(0I1).CH2 CO— CH., C—CHj 

1 IT ' Ill IV 

in cedrene (1), cedrcne-glycol (11), the ketonicacid (III), and'cedrone (IV). 

Semmler and Eisse i have studied the oxidation of cedrene by moans 
of ozone. They obtained the keto-acid, C]f,H 2402 , which on further oxida¬ 
tion either by means of bromine or nitric acid yields a dicarlwxylic acid, 
Cj 4 Hjj 204 , melting at 182'5°. The formation of this cedrene-dicarboxylic 
acid serves for the detection of cedrene in essential oils. It is sufficient 
if the fraction to be examined be oxidised by permanganate or ozone, und 
the acid obtained (boiling-point at 10 mm. = 200° to 220° C.) be then 
oxidised further, either by an alkaline solution of bromine or by nitric 
acid. Even veiy small proportions of oedrene have definitely led to the 
obtaining of this acid melting at 182'5° C. 

Semmler and Mayer ^ have isolated from the oil of cedar wood an 

’ Benchtf, 45 (1912), 356. “ Ibid., 1384. 
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alcohol, pseudooedrol. There also exists in the oil a sesquiterpene 
alcohol, cedrol. The latter, on dehydration yields cedrene, which is 
probably identical with, or very closely allied to, natural cedrene, whilst 
pseudooedrol yields a mixture, when heated in a sealed tube, of cedrene 
and dihydrooedrene. Dihydrooedrene is a colourless oil having the 
following characters:— 

Boiling-point at 10 mm.109“ to 112° 

Specific gravity at 20°.OilOT 

Optical rotation.+ 37 “ 

Ttefraotivo index.1'4882 

By reducing natural cedrene with hydrogen in the presence of spongy 
platinum, a dihydrooedrene is obtained which has the following char¬ 
acters ;— 

Boiling-point at 10 mm.122° to 123° 

Specific gravity at 20°.0‘9204 

Optical rotation ..(.2° 

Refractive index ^.l'4s)2U 

No crystalline halogen derivatives of cedrene have lieeu prepared, only 
liquid coin])onnds being obtained when the sesquiterpene is treated by 
ihe usual processes. • 

CliOVENE. 

When caryophyllenc alcohol is dehydrated by means of sine chloride 
or phosphorus pentoxide, a hydrocarbon results, which does not appear 
to be identical with any of the sesquiterpenes described under the name 
caryophyllenc. It has therefore been named “ clovene ”. Clovene has 
the following characters 

Boiling-point.201“ to 203° 

Specific gravity. 0-930 at 18° 

Koftaotivo index. 1-60000 at 18° 

Molecular refraction. 04-77 

Vetivene. 

A sesquiteipene was isolated from oil of vetivert by Genvi-esse and 
Langlois,* and was named by them vetivene. This compound has, more 
lecently, been examined by Semmlei-, Kisse and Schroetcr.- There is no 
evidence, however, that the sesquitoi-penes described as vetivene were 
obtained in a state of purity. From a German distilled oil they prepared 
a tricyclic “ vetivene ” and a bicyclic vetivene, having the following char- 
actei-s:— 

Tricyclic Bii-yilic 

Vetiveue. Vetivene. 

Boiling-point at 16 mm. . . . 123° to 130° 137° to 140° 

Specific gravity at 20° . . . . 0-9355 • 0-9321 

Eefractivo index. 1-61126 1-51896 

^ Optical rotation.- 12° 16' - 10° 12' 

The sesquiterpenes obtained from an oil distilled in Bourbon had the 
following characters:— 

A. B. 

Boiling-point at 9 mm.124° to 127° 128° to 182° 

Specific gravity at 20° . . . . 0-9299 0-9322 

Refractive index. 1-5130 1-52164 

Optical rotation.• _ 2° - 12° 86' 

* Compies rend., 135,1059. 


•‘BaicMe 45, 2347. 
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The former is considered to contain mostly tricyclic vetivene, and the 
latter bieyclic vetivene. The great differences in the characters of these 
sesquiterpenes are strong evidence of their impunty, and the above 
characters must be accepted with considerable reserve. 

Two isomeric alcohols, known as vetivenol, also exist in the oil. 
By treatment with phosphorus pentachloride this mixture of 
alcohols is converted into a chloride, or mixture of chlorides, which 
OQ reduction yields an artificial vetivene, having the following char¬ 
acters 

Boiling-point at 9 mm.121° to 127“ 

Specific gravity at 20°.OilSOO 

Optical rotation.- 26° 48' 

Kefractive index.1-5U91 

Molecular refraction.(Jg-l 

In another experiment the resulting sesquiterpene, after treatment 
with permanganate of potassium, had a dextro-rotation, -i- 6° 12'. 


SUGININB. 

« 

The wood of CryjHnmeria japoniea, a Japanese cedar tree, yields an 
)il which contains a sesquiterpene to which the name suginene has been 
issigned. It has the following characters :— 

Specific gravity.0-918 

„ rotation.- 10° 84' 

It yields a liquid hydrobromide of specific gravity 0'988 and specific 
otation - 11° 15.' 


Sesquicitkondllene. 

Semmler and Spornitzi have isolated a sesquiteiqjeue from Java 
litronella oil, which they have named scsquicitronellene. It has the 
ollow'ing characters:— 


Specific gravity at 20°. 0-8489 

Optical rotation.+ 0° Sfi' 

liefractivft index. 1-6325 

Boiling-point at 9 mm. 138° to 140“ 


Calamene. 


Semmler and Spornitz “ have isolated a sesquiterpene from the oil of 
leorus calamus, which they have termed calamene. This l)ody has the 
blowing charafcters:— 


Boiling-point at 10-5 mm. . 


Specific gravity at 


Optical rotation. 
Refractive index 


123°to 126° 

0-9224 

•f 5 ° 
1-60672 


>l}«-ic7ifc,46(191.8), 4026. 


s76»d.,3700. 
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Hbrabolene, 


This body is apparently a tricyclic sesquiterpne. It was isolated 
from essential oil of Horabol myrrh by Von Priedrichs,' who found it to 
have the following*characters;— 


Boiling-point at 16 mm. 

Specific gravity at 20°. 

Optical rotation. 

Kefractive index. 

Molecular refraction. 

It yields a dihydrochloride melting at 98° to 99”. 


130° to 186° 
0-943 
- 14° 12’ 
1-5125 
64-96 


Akomadendrine. 

Baker and Smith ^ have isolated a sesquitcipcne from the essential oil 
of Eucalyptus liaenmtofua, and numerous other eucalyptus oils, which 
they have termed a^madendrene. It is an oil of peculiar odour, boiling 
at 260° to 265°, and having a specific gi-avity 0-9249 at 19°. The solution 
in acetic acid gives a brick-red colour with phosphoric acid, and a 
carmine red, when shaken with a little bronjine vapour. Semmler con¬ 
siders this seaquiterjxme to he a mixture of at least two bodies, one a 
bicyclic and the other a tricyclic sesquiterpene. 


LlIiUOCEDUENE. 

A sesquitcii-pene has been isolated from the oil of the leaves and twigs 
of the Californian incense cedar tree, Lihrocedms decurrens, which has 
been named libroeedrene. It has the foHowiug characters:— 

Specific gravity. 0-929 at 20° 

Boiling-point. 270° (approximate) 

Uolractive index. l-i994 

Optical rotation. + 0-4° 


CosTENK AND ISOCOSTENE. 

Semmler and Feldstein * have isolated three isomeric sesquiteiqienes 
from the oil of costus root. These have been named o-costene, /3-costone, 
and isocostene. They have the following characters;— 



a'COKteiKt. 

j8-nosieiie. 

Isocostene. 

Boiling-point . 

122°tol26°atl2jnm. 

144°tol49°atl9mm. 

130°to]35°atl2mm. 

Spodfic cavity 

0-9014 at 21° 

0-8728 at 22° 

0-906 at 21° 

Refractive index . 

1-49807 

1-4905 

1-50240 

Optical rotation 

- 12° 

+ 6° 

. + 31° 


Elemene. 

Elemene is a monocyclic sesquiterpene resulting from the reduction 
of elemol, the sesquiterpene alcohol present in Manila elemi oil.'* It has 
the following characters;— 

' Arch, der PItarm,, 245 (1907), 208. ■ 

> Jour. Proc. Boy. Soc., N.S.W., 35 (1901), 124. 

» Berkhte, 47 (1914), 2687. * Ibid., 49 (1916), 794. 
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at 10 mm.115° to 117° 

BpeciSc gravity at 20°.0'8797 

Refractive index. 1*4971 

It is possibly a mixture of more than one sesquiterpene. 

OpOPOMX SBSQiriTEBl'ENE. 

The fraction of opoponax oil boiling at 135° to 137° in vacuo contains 
a sesquiteipenc, which has boon examined by Schimmel & Co.' On 
fractionation at ordinary pressure, it boiled at about 260° to 270°, and in 
this impure condition was dissolved in ether and satumted with hydro¬ 
chloric acid gas. The crystalline hydrochloride which resulted melted 
at 80", and was optically inactive. It has the composition C,,.H 24 .3HC1. 

The sesquiterpene is apjtarently one containing three double linkages. 
When regenerated from the hydiwhloride by toiling with sodium acetate 
in glacial acetic acid, it has the following characters;— 

Specific gravity. 0*8708 

Optical rotation.■ . ,+O'' 

Refractive index at 26". 1*48878 

Boiling-point at 3 mm.114° to 115' 

Patchoulmne. 

This sesquiterpene has not l)een found natui*ally. It is formed by the 
dehydration of the so-called patchouli camphor, a sesquiterpene alcohol, 
found in oil of jmtehouli. It has the following chanictei*s:— 


Boiling-point. 255" to 256'' 

Specific gravity.0*9834 

Optical rotation.- 30° 52' 

Von Soden and liojahn- have isolated two sesquiterpenes from 
patchouli oil, which have the following characters:— 

1 . 2 . 

Boiling-poinl.5:64“ to aes*" 27,‘i°to 274' 

Specific gravity. 0*9335 0*030 

Optical rotation.- 68“ 45' +0“ 45' 


Maai.i Sesquiterpene. 

Schimmel & Co.** have isolated a sesquiterpene alcohol from Samoan 
resin, known as Maali resin, and by dehydrating it by means of formic 
acid have obtained a scsquitei*pene which has not been named other 
than as Maali sesquiterpene. It has the following characters:— 


Specific gravity.0*9190 

Optical rotation.-I- 121° 20' 

Refractive index. 1*52252 

Eniling-point.271° 


ClTRONELLA SeSQUITEBPENE. 

Ceylon citronella oil contains an olefinio sesquiterpene having the 
following characters;— 

Specific gravity. 0*8648 

Refractive index. 1*5186 at 15° 

Optical rotation. + 1° 28' 

Boiling-point. 280°, with dceompoBition 

No crystalline derivatives .have been prepared. 

■» Report, October, 1904. 68. '‘Jierichte, 37 (1904), 3868. 

. '' J^part, November, 1908,137. 
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Caknabis Sbsquitebpbnjs. 

A sosqnitei-pene has been isolated from the essential oil of Canmhh 
Indica. This may fairly be considered a definite body, as it has lieen 
isolated by many different obseiTers and described by them at different 
times. Valenta* Srst mentions it. Vignolo** describes it as a mobile 
liquid boiling at 256", of specific gravity ’897 at 15°, and slightly laevo- 
rotatory. Wood, Spivey, and Basteilield * give the boiling-point as 258° to 
259°, the specific gravity as -898 at 18°, and the rotation as -8’6°. 
The name cannibenc may be applied to this hydrocarbon. Peieonne first 
gave this name to what is now known to be an impure compound obtained 
from tbe oil. 


Gonostylbnk. 


This sesquitei-pene is obtained by the dehydration of the sesquitei’pene 
alcohol gonostylol. It has the following charactei-s:— 


Boiling-poiut at 17 nuii. . 
Specific gravity at 17” 

„ rotation 
Molecular refraction 


137° to 13a° 
0-i)183 

» . + 40° (in alcohol) 

06-7 


Ki'DISSMENK. 


Eudesmene is a sesquitei'penu obtained by the dehydration of eudesmol, 
the sesquiterpene alcohol found by Baker and Smith in several species of 
eucalyptus oil. It has the following charactere:— 

Boiling-point at 10 miu. 129° to 132" 

Specific gravity at 20° ..0’9204 

„ rotation.49° 

Itofractivo index.1'50738 

It forms a dihydrochloride melting at 79“ to 80". The sesquiterpene re¬ 
generated from th(! dihydrochloride has slightly different characters, so 
that a molecular rearragement is probable; and the regenerated “ eudes- 
mene ” may contain another sesquiteipenc. Its characters are as 
follows 


Boiling-point at 7 mm.122“ to 124° 

Specific gravity at 20“.0'919G 

„ rotation.-(■ 64“ C' 

Refractive index.1’60874 


On reduction it yields tetrahydro-eudesmene, Cijlljn, having the follow¬ 
ing characters:— 


Boiling-point at 76 mm.122° to 126° 

Specific gravity at 20°.0'8893 

„ rotation.+10° 12' 

Refractive index.1'48278 


Azulenb. 

This hydrocarbon is not a sesquiteipene, but may be conveniently 
dealt with here. It has been thoroughly investigated by Sherndal.* In 

' Qazzetta, 1880, 640. “ Ibid., 1895, 110. • Voiir. Chem. Soc., 1896, 643. 

‘Jour. Amer. Chfm. Soc., 37 (1918), 167,1537. 
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many essential oils, especially those containing sesquiterpenes, a blue 
coloration is observed, which becomes concentrated in the higher boiling 
fractions. This is especially marked in oil of chamomiles. The body 
responsible for this blue colour was separated by taking advantage of 
its ready solubility in mineral acids. A very blue 'fmction was shaken 
out with one-fifth of its weight of 63 per cent, sulphuric acid. After 
standing the acid layer was separated, diluted with water, and shaken 
with petroleum ether until no more colour was extracted. The dark 
blue petroleum was then extracted with phosphoric acid, 85 per cent. 
The acid extract diluted with water, was shaken with ether. On 
evaporating the solvent, azuleuc was left. It was further purified by 
steam distillation, and, finally, by distilling in vacm>. It is a viscid 
liquid, with a weak jihenolic odour, suggestive of thymol. It is a hydro¬ 
carbon, having the formula Ci,,Hjj. Its specific gravity is 0'9738 at 25°. 
Under normal pressure the boiling-point is 295° to 300° C. with decom¬ 
position ; under 25 mm. pressure azulene distils between 185° and 195° C., 
leaving a brown residue. ' 

When azulene is heated with sulphuric acid and acetic anhydride a 
sulphonic acid, soluble in water, is formed. This acid forms a fine violet 
sodium salt. This sodium' salt is not very stable; when kept for three 
months it decomposes into a mixture of oil and resin. Its aqueous solu¬ 
tion gives blue precipitates with calcium and barium salts. 

Sherndal considers the formation of ,a crj'stalline picrate, melting 
at 122 ’, the best method of identifying azulene. On reduction azulene 
yields a dihydro-sesquiteipene, C,r,Hj,.,, and in Shemdars opinion, it is 
closely related to o-gurjunene in constitution. 


AI’LOTAXKNK. 


Semmler and Foldsteiu' have isolated from the oil of costus root a 
hydrocarbon of the foi niula G 17 HJ,,., to which they have given the name 
aplotaxene. Its character are appi-oximately as follows:— 


Boiling-point at 11 mm.15<l to 155'' 

Specific gravity at 21''.0'831 

Kofractive index . . . . • . . . . 1’4830 

Optical rotation.+0'' 


Its low specific gravity indicates that it is an open-chain compound, and 
from its easy reduction by sodium and alcohol, into dihydroaplotaxene, 
Cj-Hj,,, and by hydrogen and platinium black into nonnal heptadecane, 
Cj-Har,, it is evident that aplotaxene is a tetraolefinic normal chain hydro¬ 
carbon. 


3. ALCOHOLS. 

Bodies of an alcoholic nature play a very important part in Jxithf 
natural and synthetic perfumerj'. They are found to a very large ex¬ 
tent in essential oils, both in the free shtte and also in the form of esters. 
Some that have not so far been recognised as constituents of essential 
oils, have been found to be so highly odorous, and so useful as perfume 
materials, that they are prepared artificially, and enter largely into the 
composition of the synthetip perfumes which to-day are indispensable to 

> DericlUt, 47 (1914), 2C87. 
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the manufacturer of perfumes. It is obvious that those alcohols which 
are soluble in water, such as methyl and ethyl alcohols, although they 
may be original constituents of some essential oils, are removed by the 
ordinary distillation processes, so that they do not, in fact, appear in the 
essential oil as found in commerce. 

The higher homologues of the methane series of alcohols are found, 
sometimes in the merest traces only, in certain essential oils, hut their 
value .in perfumery has boon so well established that a number of them 
are now manufactured as “ synthetics ”. 

The alcohols of the geraniol series and those; of the closed-chain series 
are practically insoluble in natui-e, and, where they occur as natural 
constituents of essential oils, are present in the distilled oil. 

E. Emmet lieid' describes a method of separating alcohols from 
a mixture which may contain primary, secondary, and tertiary alcohols. 
It consists in esterifying with phtlialic anhydride, and converting the 
acid eater into the sodium salt which reacts with p-nitrobenzyl bromide, 
forming an ester which serves for identification. Primary alcohols com¬ 
bine with phthalic anhydride below lOO”, whilst secondary react rapidly 
only above; 120". -An excess of the alcohol js heated for one hour with 
1 gram of phthalic anhydride (a sealed tube being used for the lower 
alcohols), and the product is transferred to a separating funnel contain¬ 
ing JO c.c. of water. About 15 c.c. of ether and 5 c.c. of normal solution 
of caustic soda are added, and the whole shaken for five minutes. The 
water is drawn off and the ether solution washed with a little water. The 
water solution is again extracted with ether. The aqueous solution is 
evaporated to dryness, and the sodium salt is transferred to a 100 c.c. 
flask with 5 c.c. of water and 10 c.c. of 95 per cent, alcohol. To this is 
added 1 gram of p-nitrobenzyl bromide, and the mixture is boiled for one 
hour on a steam bath under a reflux condenser. The product is then 
recovered and recrystallised from 63 per cent, alcohol. The following 
are the results obtained:— 


Alcohol. 

Meltiug-poiut of 
/Miitrolieuzyl 

Strengtli ol 
Alcohol Solvent 

No. of 

Alcohol Jteqnirtid 
tor about 1 '3 
GraiuH. 


Dcgrcijs. 

Per Cent 


Methyl .... 

105 

03 

9 

Ethyl. 

80 

63 

9 

Propyl. 

53 

03 

27 

iBopropyl .... 

74 

(iS 

30 

Allyl. 

61-5 

71 

17 

N-butyl .... 

G2 

76 

40 

N-octyl .... 

41 

70 

30 

Benzyl. 

88 

76 

28 

PJfenyletliyl 

84-3 

76 

21 

Bortteol .... 

100 

80 

20 

iBobomeol .... 

87 


— 


Isobutyl, isoamyl, and cinnamic alcohols, menthol and geraniol gave 
p-nitrobenzyl phthalates which were oily liquids and could not be 
crystallised. 

’ Jour, Amcr. Chem. Soc. (1917), 1249; Krogh, P. and O.E R. 
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Methyl Alcohol. 

This alcohol, the lowest of the paraffin oil series, is found in the 
distillation waters of a number of essential oils, being soluble in all pro¬ 
portions in water. It does not therefore form a constituent of essential 
oils in the form in which they are found in commerce. In the form of 
esters, methyl alcohol is found as a constituent of a numlxtr of essential 
oils, such as, for example, oil of wintergi-een, which consists almost en¬ 
tirely of methyl saliglate. Methyl alcohol, CHjOH, is a liquid of specific 
gravity O'SJO, boiling at 04". 

Ethyl Alcohol. 

Ethyl alcohol, C^lIjOH, is also a natural constituent of a number 
of essential oils, hut being, like methyl alcohol, soluble in water in 
all proportions, it is washed away in tlie distillation waters. It is an 
inflammable liquid of specific gravity 0'794, and boiling at 78". 

IftOHUTYL Alcohol. 

This alcohol, of the formula (CH 3 );CII. OHjOH, is found in the 
free state in the distillation water of the oil of Eucalyptus Aruyydalim. 
It boils at IOH'5", and has a specific gravity 0'8003. It yields a phenyl- 
urethane melting at 80°, 


IsoAMYL Alcohol. 

Isoamyl alcohol, . CH. CHoCU^OH, has boon found in the free 

state in various eucalyptus oils, and’ also in gemnium, lavender, and 
pepjiermint oils. It boils at 131° and yields a phenyl-urethane, melting 
at 03 . 


Hexyl Alcohols. 

^ Normal hexyl alcohol, OH,. OH^. CHj,. Cllj. CH.,. CH^OH, is found, 
principally in the form of esters, in a few essential oils, especially the oil 
of Heracleum (jiyantenm. It is a liquid of sjxjcilic gnivity 0'824, and 
boils at 167°. 

An isohexyl alcohol, (C^H,,) (CH,). CH. CHj, CH^. Oil (methyl-ethyl- 
pi-opyl alcohol), is found in the form of estere in Roman chamomile oil. 
This body is an oil of specific gravity 0’829, optical rotation [a]D = 
+ 8’2°, and boiling at 154°. 

Hei'tyl Alcohol. 

One of the heptyl alcohols, methyl-amyl-carbinol, of the formula 
CH, 

€H3(CH2), 

X cific gravity 0-8244, and boils at 157° to 158°. On oxidation by 
pmic acid, it yields methyl-amyl-ketone, which gives a semicarbazone, 
nrelting at 122° to 123°. 


^CHOH, has been isolated from oil of cloves. It has 
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Ethyl-amyl oarbinol, 


>CHOH, one of the isomeric octvl 


alcohols, has been found as a constituent of Japanese ),)oppermint oil. 
It has been prepared synthetically by Pickard and Kenyon “ by passing 
the vapour of a mixture of 145 Krams of normal caproic acid and 180 
grams of propionic acid through a tube chai-gcd with thorium oxide 
heated to 400°. I3y this means they obtained 124 grams of ethyl-amyl- 
ketone. This was leduced in a solution of moist ether with sodium, and 
the caihinol lesulted. It has the following charactera :— 


Specific gravity at . 0-8247 

Boi]iiig-poiut at 758 nun. . 1 ( 58 ^’ to 172*’ 

V, ,, „ mm. . 70 “ 

Optical rotation .^ f»’79“ 

Kcfraotive index . 1*4262 

Melting-point of jihthalate.6(}° to CH“ 

Boiling-point of the ketone ,, ICG" 

Melting point of sumicaiba/oue.112“ 


IIioiiEK Alii'iiatic Alcohols. 

The higher aliphatic alcohols, from octyl alcohol upwards, have 
l ecently been introduced as perfume materials with considerable success. 
Only one or two of them, such as nonyl and undecylene alcohols, have 
so fai- lu-en detected as natural constituents of essential oils, but other 
membeis of the series arc prepared artilicially, and are employed in 
minute quantities in the preparation of j)ei-fumes with chaiacteristic 
fruity l)0uquets. These alcohols are greatly diminished in perfume 
value by traces of impurities. Accorditig to H. J, Prins,'' the first interesting 
menibei- of the seiies is octyl alcohol; it has a very sweet, ixwe-like 
odour, and is especially suitable for giving a rose perfume that peculiar 
sweet smell which distinguishes a rose from a rust jm-fnme. This 
feature of the aliphatic alcohols diminishes in the series from Og to Cjj. 
Jjaurinic or duodecylic alcohol has a soft and not very strong but 
delicate odour. These alcohols can be used in much greater quantities 
than the corresponding aldehydes. The latter are only admissible in a 
perfume to the extent of from ] to 2 per cent. The alcohols may be 
used in quantities up to 5 per cent. Laurinic alcohol is very suitable as 
a basis for perfumes of tlw! lily type, owing to its delicate odour ; it has, 
moreover, very powerful fixative properties. 

Prins (loc. cii.) considers that the melting and l)oiling-J)oints of these 
.alcohols are amongst the best criteria of their purity. He gives the 
folldwiing values for the more important of them :— 

Melting-point, iiolimg-poiiit. 


Octyl alcohol. 

. . -22°to- 

21° 

95° 

Nonyl .. 

• - 11° „ - 

10° 

102“ 

Decyl .. 

• - 10° „ - 

8 ° 

110“ 

Duodeoyl alcohol .... 

■ ■ 13° „ 

15° 

142° 

Undecylene ,, 

• . - 12° „ - 

11° 

1x8° 

Jour. Cliem. Soc., 103 (1913),-1923. 

“P. and K.O. 

1917, 68. 
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It is strange that only the normal alcohols amongst the higher 
aliphatic alcohols arc of any value as perfumes, the iso-alcohols being 
useless. 

The following are the only members of the series which have, so tar, 
been utilised as perfume materials:— 

Octyl Alcohol .—This is the primary normal alcohol of the formula 
CHj(CH,JiiOHjOH. It has an odour recalling that of opoponax, and is 
useful in the blending of perfumes of this type. It boils at 196° to 197°, 
and has a specific gravity 0'8278. It yields octyl aldehyde on oxidation, 
whoso naphtho-cinchoninio acid compound melts at 234°. 

Nonyl Alcohol .—This is the normal alcohol of the formula 

CHafCHal^GHjOH. 

This alcohol has a marked rose odour, resembling that of citronellol, 
and has also a suggestion of orange in it. It can be extracted from 
orange, oil by saponifying the high boiling constituents and extracting 
the alcohol in the form of its phthalic acid compound. It has a specific 
gravity 0'840, and refractive index 1'43582. It boils at 98° to 101° at 
12 mm. It can be identified by its phenyl-uretbane, melting at 62“ to 64”. 
There is a secondary nonyl alcohol, methyl-heptyl carbinol, which exists 
in certain essential oils. It is a liquid of specific gravity 0'8273, and 
boils at 198" to 200°. It is of little use, however, for perfumery purposes. 

hccyl Alcohol .—This alcohol, of the formula 0Il3(GH2),iCH2OH, is 
often considered to be the most useful of this series. Its odour is hardly 
describable, and although very expensive it is used in such small 
amounts as to render its cost but small. It is very useful in modifying 
the bouquet of numerous flower odours, and has been well described by 
an American perfumer as " an alcohol which the up-to-date manufac¬ 
turer uses to deceive the copier of odours ”. 

Undecylk AU'ohol .—This a'cohol, GHj(GHj),jGHjOH, may be de¬ 
scribed as of the same general characters as decylic alcohol, useful for 
the same purpose, but giving slightly different modification to the 
bouquets. 

Undecylenic Alcohol .—This alcohol is an unsaturated 11-oarbon 
alcohol, and therefore not a homologue of ethyl alcohol. It is, however, 
so closely related to the series, and so similar to the two last described, 
that its inclusion here is convenient. Its constitution is 

GHj: CH{GHs)8GH20H. 

It is being used to a fairly considerable extent by the more skilful per¬ 
fumers in the same way as deeyl alcohol. 

Dmdc^ylic Alcohol .—This alcohol has the formula CH5(GH.J,||GnjjOH, 
and is used exactly as are the last three described bodies. 

The above series of alcohols are exceedingly difficult to manufacture, 
hence their expense. The general method of their preparation would 
theoretically be by distilling the calcium salts of the corresponding ratty 
acid with calcium formate, in mono. This would yield the correspond¬ 
ing aldehyde, which on reduction would ^eld the corresponding alcohol. 
In practice, however, many technical difficulties arise, and special pro¬ 
cesses have to be used which are kept carefully as trade secrets. 

■ The next group of alcoholic bodies to be studied are those which, 
sd.though open-chain alcohdls, show considerable tendency to easily pass 
into, closed-chain compounds, so that they occupy a definite position of 
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their own, midway between the ordinary aliphatic series and the closed- 
chain series. The principal members of this important group are 
geraniol, nerol, linalol, and citronellol, together with the so-called ali¬ 
phatic sesquiterpene alcohols, farnesol and nerolidol. 

Mjsthyl-Hkptknol. 

Methyl-heptenol has been isolated from Iwth Mexican and cayenne 
linaloe oil. It is an odorous liquid having the following oharactere:— 

Specific gravity.0'8579 

Optical rotation.- 84' 

Refractive index.1'4495 

Boiling-point.178° to lfcO° 


(iKKANIOL. 

Ueraniol, (.'||,H,;OH, is a constituent of many essential oils, both in 
the free stat(' and iji the form of estera. It is present to a veiy large 
extent in palniarosa oil, ginger-grass oil, and citronella oil, principally in 
the free stat(!, and in geranium o 1, to some extent in the free state, but 
{H'incipally in the form of esters. It is als« an important constituent of 
otto of rose, and is present in numerous other oils Ijelonging to the most 
distantly related groups. 

This alcohol is of the highest importance in ai-tificial perfumery, and 
is manufactured on a veiy large scale from either jmlmarosa or citronella 
oil. ft can he separated from essential oils containing it by intimately 
mixing them with an equal weight of diy powdered calcium chloride, 
and kiseping the mixture in a desiccator at - 4° foi' J6 horn's. The soft 
mass is then rubbed down with dry petroleum ether, and the liquid por¬ 
tion removed by means of a suction filter. The calcium chloride com¬ 
pound of geraniol is then treated with water, which decomposes the 
eompound, and the oil pui'ified by fractional distillation. The geraniol 
comes ovei- between 228“ and 230°. In the cast! of {)almarosa oil the 
geianiol can be prepared in a state of fair purity by fii-st saponifying the 
oil and then fractionally distilling it. It can be prepared in a state of 
alrsolute purity by treating it with sodium and then with dry ether and 
phthalic anhydride. The resulting geraniol sodium phthalate is hy¬ 
drolysed by alcoholic potash, and the pure geraniol precipitated by water. 

(iemuiol is a colourless liquid of sweet odour, recalling that of the 
rose, principally, and to a lesser extent the pelargonium. It is an open- 
chain alcohol, having one of the two following constitutional formula):— 
H/; 

. CHa. : CH . UH.OH 

H,C 

>C; CH . CH.,. CH,C(CH.): CH . CH.OH 

Hf/ 

Pure geraniol has the following physical characters:— 

Spocific gravity at 15°. 0-880 to 0-883 

Uptical rotation.0° 

Refractive index at i!0°. 1-4766 to 1-4786 

Boiling-point at 760 ram.• . . 228° „ 280° 

At 10 mm. it boils at 110° to 111”, and at 18 mm. at 121°. This 

yon. 11 . 7 
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alcohol is, of course, an essential constituent of synthetic otto of rose 
and all odours of a similar type. 

The following ai'c the most satisfactory methods of recognising it. 
It yields, as above described, a characteristic compound with calcium 
chloride, from which the geraniol may be regenerated and examined as 
to its physical characters. It also yields a characteristic diphenylure- 
thane, {(!,jH.)^N . GO()(l,„H]j, melting sharply at 82°. It may be pre¬ 
pared as follows: 1 gram of the oil, 1-5 gram of diphenylcarbamine 
chloride and 1'3 gram of pyridine arc heated in a water-bath for two 
hours. The reaction product is submitted to a current of steam to 
remove unaltered products, and the solid residue recrystallised from 
alcohol. If citronellol is pi eseiit as w'ell as geraniol, it is necessary to 
recrystallise several times before the product is pure and melts at 82". 
The naphthyl-urethane is also characteristic and easily ])repared. Equi- 
molecular proportions of naphthyl-isocyanide are allowed to stand for 
twelve houra, when the mass will be found to be solid. Uecrystalliscd 
from diluted methyl alcohol, the product melts at 4T to 48". One of the 
most characteristic derivatives for identification pui-poses is geranyl- 
phthalate of silver. This sah is prepared as follows; 90 grams of phthalic 
anhydride and 90 c.c. of geraniol are heated in a water-bath for fort^ - 
five minutes, 100 c.c. of Iroiling water are then added. The whole is 
well shaken and the water separated, and the oil washed five or six 
times in the same mannei'. 100 c.c. of water and .'15 c.c. of ammonia 
are then added. Neutral compounds ai'i! then extracted with ether. 
After separation of the ether, the liquid is diluted with 200 c.c. of alcohol, 
and then 175 c.c. of a normal solution of nitrate of silver added. A 
white crystalline precijiitate rapidly settles out. This is washed with 
alcohol and then with ether, and then dried in racmi. The ixisulting 
crystals, recrystallised from a mixture of alcohol and benzene, melt at 
133". Till! salt has the formula (’,.Hj(CO()(/j||ll,.) (COOAgJ. 

The identification of geraniol can be confirmed by its conversion 
into citral, its aldehyde, which has a veiw characteristic odour 

and yields well-defined cr\stalline derivatives. Five ])arts of the alcohol 
fraction are shaken with 2-5 parts of chromic acid and four parts of con¬ 
centrated sulphuric acid dissolved in 100 parts of water. The mixture 
is warmed in the wate.r-bath for a few minutes, when crude citral 
separates on the surface of the liquid. This is purified by steam 
distillation and conversion into its sulphonic acid compound in the 
usual manner and then yields chai'acteristic crystalline compounds, 
which are described under ‘‘citral ”. 

Geraniol is converted into the isomeric alcohol, linalol, by heat, and 
both alcohols yield the same chloride when treated with dn' hydrochloric 
acid gas, Dupont and Labaune first prepared this chloride, which they 
considered was linalyl chloride, but Forster and Cardwell' have shown 
that it is geranyl chloride. , 

These chemists prepared it by acting upon either geraniol or irnalol 
with thionyl chloride in the presence of pyridine. It is a colourless 
liquid, having the following characters :— 


Boiling-point at 14 mm.103“ 

Specific gravity at 25°.0 918 

. Kcfractive index.1’4741 


Uy heating geranyl chloride with sodium alcoholate geranyl ethyl 
' Jomn. CViCTO. Soc., 103,1888. 
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ether was obtained. This l)ody, . 0 . OjHj, is an oil with a faint 


rose odour, having the following charactoi-s:— 

Sproiflo gravity at 25“.0'8(H 

Boiliug-point at 19 intii. 1 J 5 » 

Befriwtivo index.1'4662 


Prileshajeff * has prepared the oxide and dioxide of gei-aniol by direct 
oxidation by means of hydrated benzoyl peroxide. By using the 
equivalentof 9 grams of^active oxygen on 100 grams of geraniol, geraniol 
monoxide was fonned, which has the following constitution :— 

O 

/ \ 

(;H,- C-OH-CH,, - OHi,- C-OH—OH.,OH 

I ■ I ■ 

0H„ OH, 

with a yield of 55 per cent. It is a viscous mass with feeble odour, 
and having the follqjving characters:— 

Boiling-point at 25 nun. 157 » to 158' 

Specific gravity at IC'.O-OfilO 

Refractive index at 10“ . . . ^ , . . I KIHI 

When heated with acetic anhydride at 150“ C., this oxide yields the 
ester 0,„H,jO.,(COOH,|)j, boiling at 208“ C. undei- 25 mm. pressure. 
(reranml (fio.r/rfp -- 

O O 

c- \ / \ 

OH,,- (1-OH-OH.,-OH—0-OH- (!H/)H 

(IH,, (IH, 

is obtained when 50 grams of geraniol are oxidised by means of 8 
grams of activi! oxygen. The dioxide occurs as a colourless mobile 
liquid having the following characters 

Boiling-point at 25 nun.180“ to Ifii!" 

.Specific gravity at 10“.1'0472 

Refractive index at 10“.1’4053 

(Jeraniol, as will he seen below, is the alcohol corresponding to one 
ol the stereoisomeric foi ms of citral, nerol being the isomeric alcohol, 
coiTesponding with the other stereoisomeric citral. Semnilor^ and 
Schossherjer has recently sucec'eded in enolising citral, that is. causing 
a migration of the double linkage towards a CH^ group, and from the 
enolic form of citral thus obtiiined prejiaiing an isomeric alcohol which 
he tenns isogeraniol. 

When citral is heated with acetic anhydride, the migration of the 
double tend takes place towards the CHj group and the acetic ester of 
cjiof-citral is formed. This acetate is resinilied by all saponifying agents 
and therefore does not regenerate citral. By reducing it with sodium 
amalgam and methyl alcohol slightly acidified with acetic acid, an 
alcohol was obtained which is not identical with geraniol nor with nerol, 
and which has therefore been named isogeraniol. 

This alcohol possesses a very pleasant odour of roses, and after puri¬ 
fication has the following cbxracters 


Boiling-point at 9 mm.102“ to 103" 

Specific gravity at ... 

Refractive index.1’47325 

’ Jour. Soc. Chem. Phys. Bum., 44, 613. ^Berichte., 44, 991. 
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The passage from citral to isogeraniol through ewf-citral may be re¬ 
presented by the following formulae;— 


H,G^^GH, 


G 

c 

1 

C 

1 

I 

GH, 

I 

GH, 

j 

GH, 

OHG ^GHa 

(HO)HG,| \CH., 

(HOp/l, NcHj 

! --s- 

Ij I — » 

HC^yclI., 

«GV>H 


G 

C 

C 

1 

1 

GH, 

j 

CH, 

1 

GH„ 

Oitral. 

Euolie form 1. 

iBogeianiol I. 


or possibly- 


11.,^CIL, 
C 

I 

GHo 

(HO)HG ^GH., 

I 

HG^ 

G 

II 

QB, 

Enolic form IJ. 


H»G^ GH, 
G 

I 


and yields 


GH, 

(HO)H,G, '''■GH, 

G 

i| 

GH, 

Isogerauiol II. 


and probably passing in a primary stage through a body of the con¬ 
stitution ;— 


G 


(HO)HC| 


CH„ 

C 


IH, 


Isogeraniol yields isogeranyl-di^henylnretlmie, Ck^Hj-O . CON(C(Hj)j, 
melting at 73° C., free from geranyl- and nerylurethanes. By the saponi¬ 
fication of this derivative isogeranyl alcohol is again liberated. i 

The properties of isogei-aniol, geraniol, and nerol are compared 
below- 
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Geiuniol. Nerol, li)og8r.uiii>I. 

Boiling-point.104° to 108° C. 111° C. 102° to 103° 0. 

pressure) (11 mm.pressure) (9mm.pressure) 
Specific gravity . . . 0-882 at 15° 0. 0-881 at 15° 0. 0-879 at 20° C. 

Belractivc index . . . 1-477 1-468 1-473 I 

Melting-point of the diphenyl- 

urethane .... 82-5° C. 52° to 53° C. 73° C. 

Melting-point of the tetra- 

bromide .... 70° to 71° C. 118° to 119° C. i oily 


Tho tetrabromide and the phenyl urethane of isogeniniol have so fai- 
only been obtained in the oily condition. 

Nkkol. 

• 

Nerol is an alcohol, isomeric with geraniol, of the formula C^IIjjO. 
It was discovered by Hesse and i^eitsohel in neroli and petit-grain oils, 
by freeing the oil as far as possible from geraniol and then preparing 
diphenylurethanes of the residuary mixed alcohols. By fractional 
crystallisation from a mixture of methyl alcohol and petroleum ether, the 
nerol compound can be obtained in a state of purity, and the alcohol is 
oirtained by saponification in the usual manner. Nerol has the following 
chai-acters 


Boiliug-point. 226° to 227° 

Specific gravity.0-8818 

Optical rotation.+0° 

Refractive index at 17". 1-47665 


The diphenylui-ethane melts at 52” to 5.3° (that of geraniol melts at 81°) 
and the tetrabromide at 118" to 119". Nerol is a stereoisomer of geraniol, 
related to it as shown by the appended formula', and their corresponding 
aldehydes are ]n-obably a-citi-al (= geraniol) and /f-citral (= neral):— 

(ieranUil. 

CH,. C . CH.,. CH 2 . CH : C(CH3),^ 

II 

CH..(OH)C. H 

s-Citral. 

CH,. C. CH.. CHo. CH : C(CH,)2 

II 

CHO. C. H 

Nerol. , 

CH,. C . CHg. CH^. CH : C(CH3).. 

' II 

HC: CH 2 OH 

6-Citral. 

CH,. C. CH,. CH,. CH; C(CH,), 

II 

HC.CHO 

Considerable difference of opinion has been expressed as to the re- ’ 
lationships of nerol and geraniol, and Soden and Treff have considered 
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the isomerism of a stnfctural nature. The question of this isomerism 
has, howevei-, been definitely solved by Blumaun and Zeitschel,^ who 
have applied the degradation-oxidation method of Tiemann and Semmler^ 
to both geraniol and nerol. If the two bodies are stereoisomers, there 
should be obtained under identical experimental conditions, from both 
compounds, the same products of degradation in the same proportions, 
according to the followng diagrammatic equation • , 


Oil., 


CH., 


ClI, 


\c- CH—CII.,-CH,-C- CU—CII.,OH= 


(Tcraniol or Nerol. 


CH,.^ 

XO + HO -CO CH„ CH.,- 

ch/ 

.'\cetonc. Liovulinic acid. 



CO + HO-. GO— CO -on 

Oxalic acid. 


Blumann and Zeitschel have obtained these degradation piodiicts in 
practically e(pial amounts from both geraniol and nerol, so that theie no 
longer exists the slightest doubt as to the constitution of nerol. 

The nerol used foi' these expeiiments was extracted from the oil of 
Ilelklirysuvi, amiuxlifdium. Its characters were :— 


Specific gravity. 0'8815 

Boiling point.stiV to 2ii6' 

Optical rotation. +0“ 

Cocfl. of sapon. of the acotylated product . . . S8o 

Tetrabroniidc, melting-point.11S“ to llit“ C. 

Diplienylurcthanc, melting-point.52" „ ffi)" G. 


The geraniol, pui ified by means of calcium chloride, had the follow¬ 
ing characters:— 


Spei-ifie gravity.0’8824 

Boiling-point .2,80" 

Optical rotation.+0" 

Tctrabroinide, melting-point.70" to 71' (1. 

Diphenylurcthanc, melting-point.82" C. 


In regard to the crystallisation of these two dei ivatives of nei ol and 
geraniol, Blumann and Zeitschel have made a curious obseiTatiou : one 
of the bodies corresponding to one of the modifications of the two 
alcohols is readily obtained in the solid state, whilst the other crystallises 
with difficulty. Thus, the tetrabromide of nerol solidifies fairly (|uickly 
whilst the tetntbromide of geraniol remains oily for a veiy long time; 
in the case of the diphenylurethanes these conditions are reversed. , 
However, nerol and geraniol yield on oxidation exactly the same' pro¬ 
ducts. 

The identity of the two alcohols from a chemical point of view is 
shown by the following results, obtained from 25 grams of each of the 
two bodies;— 


• JJerichte, 44, 25!K). 


■Ibid., 28, 2130. 
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Acetone, identified by its 
/)-bromophcnylbydrazoue 
Luivulinic acid, identified by its 
phenylhydrazone . 
A-isonitroBovaleric acid . 
Lu'vulinic acid regenerated 
Alcohol regenerated . 


(icraniol. 


Ncrel. 


m.p. ^4® to 95® G. 
IS grauiH = fi4 per cent, 
of thuoretieal 
m.p. 108" C. 
m.p. 95® 0. 
m.p. 82® to as® C. 
4*2 grams 


m.p, 94® to 95® C. i 
lS'r>|piitnH = .')&*& percent! 
of thcorotioil i 
m.p. 108® C. ; 
lu.p. 95® C. 
m.p. 28® to 82® 0. | 
4*1 grams. I 


lilNAI.OL. 


Linalol, is isomeric with geraniol and nerol, but it is 

structurally isomeric, and not stereoisoineric, as it is known in both 
optical forms. It was firat isolated by Morin ’ from oil of linalol. The 
same body has boeit isolated from various other essential oils, and has 
been described under the names licareol, coriandrol, lavondol, etc., all 
of which have been found to be more or less impure foims of linalol. 

Linalol is lound very widely distribulci in essential oils. It forms 
the principal constituent, in the free state, of oil of linalol, and the 
chief odorous constituent, in the form of esters, in bergamot and lavender 
oils. It is also found in ylang-ylang, i-ose, chanipaca leaf, cinnamon, 
petit-gn-ain, spike, geranium, lemonT spearmint, and numerous other 
(•ssential oils. 


It is a tertiary open-chain alcohol, jMohahly of the constitution— 


m 

: ('ll. CH.,. OIL. 1011 
OH/ ■ ■ 


. 011 : 011 ^ 


although it is possible that the alternative formula— 

OH.,. 

,-'.C . OH.,. OIL . OH.,. (ifOIDOH . Oil : OH., 
OH,."''' - - 


correctly represents its constitution. 

Linalol is not particularly easy to purify, as it yields practical ly no 
crystalline compounds suitable for purification purposes. The charac¬ 
ters of th(! various specimens prepared therefore vary, especially in 
regard to their optical rotation. The following figures, for example, 
have been recorded for linalol with a laevo-rotation ;— 


; Boiling-point . 
j Specific gravity. 
[ Bcfractive index 
I Optical rotation 


From 

j 

Uivi'iiikT Oil, 1 Bi'i'gunint Oil. 

bilialoo Oil,* 

1 ^ ] 

1 Litiic Oil. 1 

1 

i lit?’ to I'JI)" i *197" to 199“ 

197“ to 200“ 

198“ to 19!)“ 

1 0*8725 1 0*8720 

0-377 

0-870 

1-4G40 1 1-4C29 

1-4030 

1-4068 

: - 10“ 3.6' 1 - 1C“ 

- 2® 

- 17“ 37' 


A specimen from lime oil, however, hii^ been isolated with an optical 
rotation - 20“ 7', and a specimen of dextro-linalol from orange oil, wHh 

' A mi. Chem. Phm.. 161. 0S. 427. 
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a rotation of + 19° 18'. The characters of pure linalol, therefore, may 
be taken approximately as follows:— 


Specific gravity 
Befraotive index 
Optical rotation 
Boiling-point 


0-872 
1-4650 
+ or - 20“ 
198“ to 199” 


Xiemann' prepares linalol in a state of approximate purity by the 
following method. The linalol fraction of the essential oil is heated 
with sodium, and the liquid heated under reduced pressure so long as 
sodium continues to be dissolved. After cooling, the unchanged metallic 
sodium is removed and the sodium compound of linalol is suspended 
in ether and treated with phthalic anhydride. After standing for several 
days, the mixture is shaken with w'ater, which dissolves the linalyl 
.sodium phthalate, unchanged linalol and terpunes remaining dissolved 
in the ether. The aqueous liquid is washed several times with ether, 
the solution acidified and again extracted with ether. The i-esulting 
linalyl acid phthalate is hydrolysed by alcoholic potash, and the pure _ 
linalol is extracted with ether. 

Optically inactive linalql can be artificially prepared by heating 
geraniol in an autoclave for some time to a temperature of 200°, or it 
can be obtained by treating geraniol with hydrochloric acid and treating 
the resulting chlorides with alcoholic potash. The conversion of geraniol 
into linalol has been very fully studied by l)u 2 iont and I/abaune, who 
give the following results of their work ;—* 

The geraniol wdth which they worked was extracted from palniarossi 
oil, and purified by means of its phthalic acid ether and finally by means 
of calcium chloride. Its characters were as follows:— 

Boiling-point.280° to 231’’ 

Spociflc gravity. 0-3842 

Botatiun. 0“ 

Befractive index. 1-4763 


After reaction with hydrochloric acid, and repeated fractional distil¬ 
lation, a product was obtained which contained 97-3 per cent, of chloride 
of the formula Cj^Hj^Cl. This Iwdy had the following characters:— 

Boiling-point (G mm ).94“ to 96” C. 

Specific gravity at 20”. 0-9293 

Befractive index. 1-4798 

Optical rotation.Practically inactive 

If the physical properties of this monochlorinated compound be 
compared with those of the corresponding chloride from linalol, they 
are found to be practically identical with the latter. The identity of the 
two bodies derived from distinct chemical individuals is therefore almost 
certain. 

In order to olear up this question it was important to restore the 
alcoholic gt-oup, avoiding as far as possible any chance of a molecular 
transposition. Since the action of alcoholic potash and of the acetatbs 
might leave the matter open to criticism from this point of view, the 
authors had recourse to an alcoholic solution of silver nitrate. The elim¬ 
ination of the chlorine is instantaneous, it takes place even below 10° C. 
50 grams of the chloro derivative are dissolved in 260 grams of 90 per 
cent. alcohol; to this solution there is added in the cold a solution of 55 
gramf of silver nitrate in 60 grams of water and 100 grams of alcohol. 


' Bitiehte, 29i 901; $1, 887. ‘Boure-Bertrand Fils, Beport, October, 1909-, 94. 
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The liquid becomes acid owing to the liberation of nitric acid. After 
separating the silver chloride, the liquid is neutralised, the alcohol is 
evaporated on the water-bath and the residue is rectified in vacuo. 

With the chloro derivative of linalol the result is extremely sharp. 
The whole of the product passes over, under a pressure of 6 mm., at a 
temperature of 82° to 86° C., the residue being insignificant. The con- 
.stants of this body are as follows;— 

Boiling-point (700 mm.).lOO" to lOO” 0. 

„ „ (0 mm.).82° „ 86° C. 

Spocifis gravity at 20'.0’8606 

„ rotation.-i- 0’65' 

Tlefractivo index.1 '1605 

which are those of liualol. It is therefore clear that the ester is the 
hydrochloric ester of linalol of the formula— 

(CH3)3C : CH. Cfl.,. CH^. C(C[l3)Cl. CII: OH., 

The corresponding ester obtained from geraniol was not obtained in 
a perfectly pure state, and on regenerating the alcohol, a small amount of 
geraniol was obtained, but the main constituent was pure linalol. 

Paolini and Divizia* have succeeded in partially resolving inactive 
liualol into its optically active isomers, but only' to the extent of optical 
)’Otations of -1-1° 70' and - 1‘ 60' respectively. Linalol was converted 
into its acid phtlialate, and an alcoholic solution of this compound was 
treated with the equivalent quantity of strychnine. By fractional 
crystallisation the laevo-)’otatory salt, yielding dextro-rotatory linalol. 
separates first, leaving the more soluble dextro-rotatory strychnine salt, 
which yielded laevo-rotatory linalol in the mother liquor. 

Linalol yields a somewhat remarkable compound, by artificial oxida¬ 
tion, which appeal's also to bo formed naturally. This body is termed 
linalol monoxide, and has the formula CjoHj^Oj. It was first found in 
oil of linaloe by Schimmol & Co., and it is probably to be explained 
by till* oxidation of the essential oil on exposure to the air at the surface 
of the trunk of the tree. It has been prepared artificially by Prileshajeff''' 
by oxidising linalol with hydrated benzoyl peroxide. By further oxida¬ 
tion with the same reagent, he obtained liualol dioxide. 

Linalol monoxide has the following characters :— 


Boiling-point.193° to 194 

,, „ (at 4 mm.).03° „ 01° 

Specific gravity.0'9442 

Optical rotation.- S° 26' 

Refractive index.1-45191 

Molecular refraction.48-88 


The two oxides have the following formulae 

OH 


CH,. i /^\ 

\CJ=^CH-CH,-CH,—C-CH — CIL 
CH/ I 

CH, 

Linalol monoxide. 


’ Cliem Zentral, 1916, 1, 005. 


'‘Jour. Sos. Chilli. I'h'js. Buss., 44, CIS. 
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/ \ 

OIL -C-CH—CH.,—OH.—COH—CH — CH, 

I ' I 

CHj CH., 

Liualol dioxide. 

Jly the hydration of dihydroiiiyrcene, Schimniel & Co. obtained di- 
hydrolirmlol. This body has the constitution— 

CH 

>C : CH . {iH.,CH.^. C{CH.,)OH . CH.,. (iH, 

ch/ 

or possibly the similar constitution related to the alternativi' formula 
for linalol given above. Dihydrolinalol was also prepared by the action 
of magnesium methyl-iodide on nieth\l-heplenone. The only dilTerence 
observed between the bodies thus produced was th'at the latter was less 
easy to conv(!rt into a phenyl-urethane. This is probably due to the 
fact that in the case of (lihydrolinalol produced from methyl-heptenone, 
the isomerism of the original citral is reproduced in the dihydrolinalol, 
which may consist of two slereoisomeiic forms, whilst in the case of 
hydration of dihydromyrcene, no stereoisomerism results. The following 
figures are recorded for dihydrolinalol prepared liom various sources: - 

; i I 


hfjKirotl Jr*mi 

jfitiling-puitil. 1 

1 

1 

'fi.-, ■ ; 


I’lmml. 

t 

Piliydroniyrcenc . 

■ to 92-5'' 

(12 to 13 nun.) 

1 O-SiiiO 

1 

1-455:^1 

, 49-17 

49*438 

Methyl-boptcnoiic from 
citraJ (by oxidation) . 

ir to 78='(7 mm.) 

1 

0-.S,'<88 

1 1-4.5041 

1 

' 19*48 

1 

■ 4!t*l.S'‘' 

Mcthyl-heptouoDo from 
lemon-grass oil . 

80'’ to 00’5‘' 

(4 nun.) 

0-8.575 

1 1-45001 

1 49-558 

1 

49*438 

Mothyl-heptonone from 
citral (by boiling with 
solution of carbonate 
of potassium) 

, 07*5” (4 mm.) 

O-8,5!)0 

: 1-16011 

1 

j 49*4-14 

1 

1 

[ 

, 4!>*438 


Linalol may be chaiucterised by the following methods:— 

1. By oxidation to citral (g.r.). 

2. By converting it into gerauiol. This is effected by boiling linalol 

with acetic anhydride for two hours and then saponifying the resulting 
ester. Pure gfiraniol can Ire obtained by fractionating the regenerated 
alcohol, and the geraniol so obtained can be identified by the usual • 
method. “ 

3. Preparation of the urethane, C^H,,. NH . COOCjoH,;. A mixture 
of 2 or 3 grams of the alcohol is mixed with rather more than the 
theoretical amount of phenyl-isocyanate, and allowed to stand in a 
stoppemd flask for a week. It is then mixed with water, and a cuirent 
of steam passed through the mixture, in order to remove the unaltered 
linalol. The ciystalline mdss which remains is collected, dried on 
a porous plate, and extracted with ether, which dissolves the phenyl- 
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urethane. The ethei-eal solution is allowed to evaporate spontaneously 
when crystals of the urethane 8ej»arate, which melt at 66'’. 

4. Preparation of the naphthyl-urethane. This compound is pre¬ 
pared in a simitar method to that just described, using a-naphthyl- 
isocyanate. The naphthyl-urethane melts at 53°. 

ClTKONBLl/OL. 

Citronellol, Cii^.mO, is an alcohol which was fii-st obtained by Dodge,* 
by reducing the aldehyde citronellal, Gj„Hj,jO, by means of sodium 
amalgam and acetic acid. It was then found to be a constituent of rose, 
geranium, and other essential oils. The citronellol (piestion has given 
rise to a somewhat acrimonious and prolonged controversy, as Barbier 
tind Bouveault claimed that the body which they termed rhodinol was 
a chemical individual differing from citronellol, whilst Tiemann and 
Schmidt and other‘German chemists maintained that rhodinol was 
nothing mort! than a mixture of geraniol and citronellol, and not a 
chemical individual at all. Tins controversy developed, as indicated 
111 the previous edition of this work (p. 51 ),"00 the following lines:— 

Rhodinol was announced by Eckart to be an essential ingredient of 
Bulgarian iind German rose oils. He regarded it as an unsaturated 
open-chain alcohol. Markovnikoff thereupon urged that roseol, 
CniH^iiO, was the chief ingredient of rose oil. Bertram, in 1894, 
claimed that it was in reality merely gerauiol, but in 1896 Tiemann 
and Schmidt showed that the alcohols of rose oil consisted of a mixture 
of gerauiol and citronellol, Cj„H 2 i, 0 , which latter body, they claimed, 
had evidently been mistaken for the so-called “ rhodinol ” and “ roseol ”. 

The names gerauiol and citronellol therefore appeared to bo those 
moat entitled to remain in chemical literature. Poleck, however, com¬ 
plained that the name geiuniol had been substituted for the earlier 
rhodinol, ovei'looking the fact that the old rhodinol was apparently a 
mixture. Erdmann further eom])licated this matter by insisting on 
treating goianiol of commerce as a more or less impure body of which 
the principal constituent, Cj||U,jOH, is called rhodinol, claiming that 
gerauiol (pure) and rhodinol ai'e identical, and that the former name 
should be expunged from chemical literature. 

The last of those bodies announced as being alcoholic constituents 
of rose and geranium oils was reuniol, found in various geranium 
oils (Reunion, African, and Spanish) by A. Hesse. This had previously 
been announced as a probable chemical individual by Barbier, but he 
stated that he hail not obtained it puix!. Erdmann and Huth claimed 
that it was more or less pure rhodinol. 

Up till about three years ago, there appeared to be little reason to 
doubt that rhodinol was in fact an impure form of citronellol, the reduc¬ 
tion ’product of citronellal being dextro-citronellol, whilst the natural 
alcohol, which the French chemists had termed rhodinol was considered 
to be laevo-citronellol. 

Citronellol was considered to have one of the two following alterna¬ 
tive formula:;— 


' Jour. Auier, Clunii. Sue., 18PJ, xi. Hi-)- 
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CH,^ 

. CK^. CH,. CH.,. CH(CH^)CH2 . GHaOH 

oh/ 

( 1 ) 

or 

CH 

/c : CH . CH„. CIL . ('H(Cn,)Gn,.CHjOH 


There seems, however, to-day, to be overwhelming evidence that Uie 
French chemists were correct and that citionollol and rhodinol are t«o 
very similar, but chemically different, compounds, citronellol being ii- 
presented by the formula ( 1 ) and rhodinol by formula (21. Considei - 
able evidence of this is to be found in the work of Earbic. i iid Locquin.' 

Starting from the acetic esters of ordinary rf-citlonelloi and rhodinol 
from oil of geranium or rose, they attached liydrogen chloride to the 
double bond, and obtained the same additive profluct according to the 
equations;— * 

CH, . C . CH, , CH, . ail, . CH , CH, . CH,OH 
CH, (in, 

HX = CH,. CX . CH,. CH,. CH,. CH. Cll,. CH,OH 
CH, CH, 

CitroDellol. 

CH,. C : CH . CH,. CH,. CH . CH,. CH,OH 
CH, CH, 

■f HX = CH, . CX . CH,. CH,. CH,. CH . CH,. CH,OH 
CH, CH, 

lihodinol. 

The authors found that on elimination of the halogen acid from this 
compound, rhodinol, and not citronellol, is regenerated, dextro-rhodinol 
from dextro-citronellol, and laevo-rhodinol from the laevo-rotatory 
alcohol from oil of roses or geranium, the two bodies, in the latter case 
being identical. 

Further, d-citronellal, the corresponding aldehyde, may be converted 
into oitronellic acid through its oxime and nitrile. Citroriellic acid, 
when treated with thionyl chloride in benzene solution, yields a chloride 
of a chlorinated acid which is converted by the action of alcohol into 
the hydrochloride of ethyl citronellate, or hydrochloride of ethyl rhodinate, 

(CH,),CCl-CH,-CH,-CH,-CH(CH,)-CH,-CO,C,H5. . 

This ester loses hydrogen chloride by the action of sodium acetate 
giving ethyl rhodinate which when reduced by sodium and absolute 
alcohol yields rhodinol. ' 

Citronellal can thus be converted into rhodinol without being first 
reduced to citronellol. 

A third method of converting citronellol into rhodinol is by hydrating 
’ CompUi rendm, 157,1111. 



THE CONSTITUENTS OP ESSENTIAL OILS 


109 


citronellol by means of 30 per cent, sulphuric acid. This yields the 
glycol 3-7-dimethyl octanediol-1-7, of the formula— 

(CHs),. C(OH). CHj. CH,. CHj. CH(OHj). CHj,. CHOH 

which is dehydrated by boiling with 5 per cent, sulphuric acid, yielding 
rhodinol. 

The three optical varieties of rhodinol have thus been obtained, 
namely, laevo-rhodinol, the natural constituent of rose and geranium 
oils; dextro-rhodinol by conversion of dextro-citronellol obtained by re¬ 
duction of citiotiellal. and inactive rhodinol by the reduction of synthetic 
ethyl rhodinato. 

Further evidence of the difference Iretween rhodinol and citronellol is 
forthcoming, in that the former yields on oxidation an aldehyde, rhodinal, 
whose oxime does not yield citioncllic acid nitrile when treated with 
acetic anhydride, noi' citronellic acid when the nitrile is treated with 
alkalis, whensas citronellal, the aldehyde of citronellol, does yield the 
nitrile and citronellic acid. 

Hai i'ies and {lomberg' have also supplied much evidence, which, 
taken with the above-uumtioned researches, places the chemical isomerism 
of citronellol and rhodinol practically Imyoftd dispute. By ozonisation 
experiments decomjmsition products were obtained, which proved that 
natural “ citronellal,” ot)tained from citroiudla oil, is a mixture of alx)ut 
40 percent, of true citionellal and 60 percent, of rhodinal. It is true 
that only one semicarijazone can be obtained by crystallisation, but this 
can lie ozonised, and the ozonide decomposed by boiling water, yielding 
(wo semicarbazones, one of which is a derivative of citronellal, and the 
other of rhodinal. It is obvious therefore that the semicarbazones of 
natural " citronellal ” is either a very difficultly separable mixture of two 
botlies, or an individual substance in which a shifting of the double Ixind 
occurs by ozouisation. 

The physical characters, therefore, of the bodies which have hitherto 
been descrilied as citronellol or rhodinol must therefore be underetood to 
apply to the respective bo<liea in as pure a state as their separation has 
rendered possible. At all events, it is clear that the two alcohols are 
very similar in their general charactera. These characters are approxi¬ 
mately as follows:— 

Frvw, Hose Oil. 


Boiling-point at 15 nim.118° io 114° 

Specific gravity at 80°.0-8612 

Keiractive index. 1-46789 

Optical rotation.- 4° 20' 

From (leraniim Oil. 

Boiling-point at 764 mm.$25° to 226" 

Specific gravity at 16°.0-862 

Itofractivc index at 22°. 1-46611 

Optical rotation.- 1° 40' 

From Citronella Oil. 

Boiling-point at 7 mm.109° 

Specide gravity.0-862 

itefraclive index at 22°. 1-46671 

Optical rotation.. . . . -i- 2° 82' 


.Inmilm, 1915, 410, 1. 
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f rom Barosma PnlcheHiim Oil. 


Boiling-point at 5 to 6 min. 

Specific gravity. 

Uefractivo index. 

Optical rotation . .. 

93° to 95° 
0-8723 
1-46288 
+ 2" 14' 

By Bediicliou of CilroneUat. 


Boiling-point at 17 mm. 

Specific gravity at ...... 

iiofractivo index at 17*5°. 

Optical rotation. 

117'’kills 
0-8565 
1-45659 
+ 4“ 


Cilronellol can bi! ohai-actcriaed by conversion into citronellyl- 
plithalate of silver, which is prepared in an exactly similar manner to 
the corresponding geran}-! compound, and melts at 125° to 120°. It can 
also b(! oxidised in the same manner as geraniol, yielding the aldehyde 
citronellal, which can he identified as described later {riHe citronellal). 

Citronellol and rhodinol have faint but sweet rose odoui s. 

Citronellol occurs so frequently associate.d with geraniol, and is 
absolutely uecessar)- as an ingi-edient of artificial otto of rose and similar 
synthetic perfumes, that it is sometimes a matter of importance to separ¬ 
ate the two bodies quantitatively. This can be done in the following 
manner: To a mixture of 100 grams of phosphorus trichloride and 100 
grams of ethei’, 100 gi'ams of the mixed alcohols, dissolved in an equal 
amount of ether, are added, so that, by’ keeping the liquids in a freezing 
mixture, the temperature does not rise above 0°. The mixture is then 
allowed to stand at the ordinary temperature, and.is then several times 
washed with iced water. The oily layer is shaken with dilute soda 
solution, and the citrouellyl-phosplioric acid is dissolved out, leaving the 
geranyl chloridi; undissolved. The citionellyl-phosphoiic acid may be 
hydroliscd by boiling with alcoholic potash and then distilled in a ‘cur¬ 
rent of steam. 

.Vnother separation ot a mixture of alcohols is often necessary, 
nainely, that of geianiol, citronellol, and phenyl-ethyl-alcohol, all bi' 
which occur in admixture in artificial otto of rose. In'this case advan¬ 
tage may be taken of the fact that phenyl-ethyl alcohol is easily soluble 
in 30 per cent, alcohol, which is not the case with geraniol or citroiuillol. 

Foi' further details on the separation of geraniol and citronellol the 
chapter on the analysis of essential oils should be consulted. 

MENTHO-thniONKULOL. 

Mentho-citroiiellol or meuthonyl alcohol, is ari alcohol of 

dedicate rose odour, and is synthetically prepared as follows:— 

Ijaevo-menthone is conveiled into its oxime by means of hydroxylamine. 
This is treated with strong sulphuric acid, and so inverted to isomenthone 
oxime. This is treated with phosphorus trichloride in ohlorofoi-m.solu- ‘ 
tion, when hydrochloric acid is given off, and inenthonitrile is fomed. 
The last named is reduced by sodium into menthonylamine, and the 
oxalic acid compound of this is warmed with sodium nitrite solution when 
raenthonyl alcohol is formed. This body has the following characters;—■ 

Specific gravity.0-8315 

Mofraotive index . l-4i71 

Optical rotation. .[. 2 '’ 

Boiling-point at 1 ram.95° to 105° 
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Methyl-hei’trnol. 

Methyl-heptenol is an alcohol with a delicate rose odour, of the 
ormula (!,,Hi(0. It is prepared by reducing methyl-heptenone, and has 
he following characters:— 

Speei6c gravity.0'8M5 

Refractive index.1*4505 

Boiling-point.■ . J74“tol7fi'' 


METHYIi-HEPTYUENE CaUUINOT,. 


Methyl-heptylene carbinol, C,jHj„0, has been obtained by the I'educ- 
iou of inetbyl-heptylene ketone by means of sodium and alcohol. It is 
HI oil with an odour recalling those of rose and linaloe, and has the 
bllowing characters:— 

Specifle gravity.0'848 at 20" 

Ojttical rotation .*.+0" 

Refractive index.1'4458 

Boiling.|ioint.185" to 187" 

Ilori.Kunor,. 

This alcohol, of the formula occurs in the essential oil 

^litjileiiriim fnitiirsuvi; from which it was isolated by P’rancesconi and 
^ernagiotto.’ It was separated by means of its phthalic acid ester, and 
s an oil of faint rose odour, having the following characters :— 


BoiJing-point at 7C2 inni.200" to 210" 

Speeifie gravity at 17".0‘84!) 

Optical rotation. 0° 

Refractive index . 1*4508 


It yields a phenj 1-uretliane, melting at 45". On oxidation it yields an 
ildehyde having an odour of lemons, which yields a semicarhazone, melt- 
ng at 145’. 

Bupleurol is a primal*)' alcohol, which acconling to the authors must 
lave one of the throe alteniative constitutions- 


CH„. 

ClI, 

CH,. 

CH;, 

CH,. 

CH, 


)(;il -C1L-CH,-CH„- C - CH-(!ll.,Oir 


( 1 ) 


CH, 


CH--CH.^-CH,—CH^C—CH.^-CII.pil 


( 2 ) 


CH 


CH-CH.,--CH,-CH,-C—CH,--CILOn 


( 3 ) 


CH, 


Androl. 

This alcohol, Ci„H2„0, is, like bupleurol, isomeric with citronellol and 
rhodinol. Iti8pi*esentin the oil of water fennel {Ph-eUandrinmariuatieum), 


■ Oazz. cMm. Ital,, 43,1,153. 
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and has an odour characteristic of the plant. It has the following char¬ 
acters :— • 

Boilitig-point 
Specific gravity 
Optical rotation 
Kefractive index 

It yields a phenyl-urethane melting at 42° to 43°. 

No aldehyde or ketone has been obtained from it by oxidation. Its 
constitution is probably allied to those of citronellol and rhodinol, but, 
since it contains an asymmetric carbon atom, as shown by its optical 
activity, the three formula! given under bupleurol obviously cannot repi'e- 
sent androl. 

Uncineol. 

Baker and Smith* have isolated an alcohol of the formula (',„Hu,t) 
from the ‘'cajuput” oil, distilled from the leaves of, Melaleuca micinala. 
The alcohol, which is probably an open-chain com) ound, fonns snow- 
white crystals, melting at 72’5“, and having a specific rotation -I- 3fi'99’'. 

Faiinesol. 

Farnesol, CijHji.O, is an aliphatic sesquitei'peiie alcohol, which occurs, 
in ambrette seed oil, and flower oils of the type of acacia, lime flowers, 
mignonette, and lilac flowers. 

This alcohol is almost invariably present in those essential oils which 
contain aliphatic terpene alcohols, but in most of these it is present in 
very small amount, and it is only from ambrette seed oil that any ((uantity 
has been jirepared. Ambrettci seeds contain alxmt O'l per cent, of this 
alcohol, which, when freed frem decylic alcohol which is also jiresenl, 
has the following characters;— 


Bniling-point at 10 mm.KiO'' 

Sporific gravity at 18".()'885 

(^tical rotation.± 0' 

Refractive index. 1-4881 

Molecular refraction.7!f'2T 


This alcohol appears to be almost odourless, but when a dilute solu¬ 
tion in alcohol is allowed to evaporate slowly, a very line lily-of-the- 
valley odour is developed, together with the suggestion of cedar-wood oil. 

Oxidation of farnesol with chromic acid mixture gives rise to the 
aldehyde farnesal, which has the following characters:— 


Boiling-point at 14 mm.J 72° to 174' 

Specific gravity at 18°.0'893 

Befiactive index.1’499S 


Farnesal forms a seini-carbazone, which crystallises from acetic 
ether in fine flakes, which melt at 133° to 136°. This body is parti¬ 
cularly useful for the identification of farnesol. 

Farnesol forms an acetate, farnesyl acetate, which is a nearly odour¬ 
less oil, boiling at 169° to 170° at 10 mm. 

When dehydrated with potassium hydrogen sulphate, farnesol yields 
a sesquiterpene, which has been named farnesene, and is a colourless, 
oil having the following chsd-acters:— 

* JiAtr. and I'roc. Itoyal Soc., N.S.W., 41 (1907), 198. 


. 197° to 198" 
0-888 
- 7° 10’ 
1-44991 
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Boiling-point at 12 mm.129° to 132' 

Specific gravity at 18°.0'887 

Refractive index.1'49951 


Kevschbaum * has carried out a series of experiments in order to 
determine the constitution of farnesol. 

In order to establish the primary character of farnesol, farnesenic 
acid was prepared from farnesal oxime and the corresponding nitrile. 
Saponification of the farnesene-nitrile with caustic soda solution yields 
farnesenic acid and acetic acid, and also a ketone which was identified 
as a dihydroyMCHfloionouf', The semi-carbazone melts between 96° and 
96°. The diliydroyAvcadoionoiie from farnesene nitrile proved to be 
identical with the synthetic 2 )roduct which lias been obtained from 
geranyl chloride and sodium acetic ester. Farnesol was prepared 
synthetically from hydroxydihydrofarnesenic eater which was pre)jarod 
from magnesium bromoacotic ester and dihydrop.sc«(fi)ionone. When 
heated with acetic anhydride and sodium acetate this ester afforded 
farnesenic methvlestei-. Synthetic farnesenic acid boils at 20.3° at 
11 mm. 

It is evident from these reactions that farnesol has the constitution 
of an aliphatic se.squiterpnne alcohol with thi ee double bonds, and that 
its formula is - 


CH, 

UH. 




; Oil. CH.,. CH.,. C : (HI. UH,, UH,. U : CH , UH,OH 
CH, (’H, 

FamcHol. 


that of dihydropucadoionone being as follows:— 

CH„ 

; UII. UFI.,. CH,. U : UII, CII„, UH,. UO 
('ll./ ■ • ■ “ ■ 

UII, UH, 

irihydro/aeiufeiouonu. 

The above constitution of farnesol has been confirmed by the oxida¬ 
tion experiments of Harries and Haarmann.® 


NkUOMDOIj. 

Nerolidol is an aliphatic sesquiterpene alcohol of the formula 
Ui,r,H„.0, which has been isolated from the higher lioiling fractions of 
orange-flower oil. It has the following characters;— 

Specific gravity.()'880 

Optical rotation. + 13° 32’ 

Boiling-point at ii mm.128° to 129' 

„ „ „ 760 mm. 276“ „ 277" 

It is an oil with a slight but sweet odour. 

In 1899 Thoms isolated an alcohol from Peru balsam oil, which he 
termed peruviol. This body was stated to have powerful antiseptic 
properties, but has not beeti further investigated until Schimmol .(■ 
Co. took up the subject. The oil after saponification was fractionated, 
and after benzyl alcohol had distilled over, a light oil with characteristic 
balsamic odoui’ passed over. It boiled at 12S“ to 127° at 4 mm., and had 

‘ DoticMe, 46 (1913), 173>. 
v»i,. n. 


H 


■‘Ibid., 46 (1913), 1737. 
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a specific gravity 0'8987, optical rotation + 12° 22', and refractive index 
r48982. This Ijody appeared to be identical with Hesse’s nerolidol, 
whilst in physical and chemical properties it closely resembles peruviol. 
The characters of the various preparations were as follows :— 


Peruviol (Tlioms) 


Nerolidol (Hesse) 



Boiliug-poiiit. 

Gravity. 

- ■ I 

. 

140® (7 mni.) 

0'886 

H3» i - 

(1) . . 

13S® 

0-882 

+ 14“ 1 - ! 

(2) . . 

127® (4 mm.) 

0-8U9 

+ 12“ ! 1-4898 ' 


129® (6 mm.) 

0-880 

-t- 14“ ! — 

inel) . 

127" (5 mm.) 

0-880 

+ ir I 1-4802 ; 


It appeared that the impure alcohol isolated from balsam of Peru 
was, in fact, identical with nerolidol. When allowed to stand for three 
to four weeks with phenyl-isocyanate both alcohols yielded a phenyl- 
urethane, melting at 37° to 38°. A mixture of the two bodies suffered no 
depression in melting-point. The alcohols have the formula Cr.H^(). 
The alcohol from balsam of Peru is therefore mixed with a small quantity 
of an alcohol of higher specific gravity, the nature of which is still un¬ 
determined. Traces of benzyl alcohol were found in it, but not in 
sufficient quantity to account for the differences obsei-ved. Oxidation 
experiments did not throw any light on the question. It may therefore 
be safely assumed that the peruviol of Thoms consisted in the main of 
nerolidol, hut contaminated with a substance of the same boiling-point 
to such an extent that its combustion figures pointed to the formula 
CijHjoO instead of CijH„,;0. 


Closed Chain Alcohols. 

The next series of alcohols to be examined is that in which the 
members retain the benzene nucleus in a more or less substituted 
condition, as distinguished from those in which the benzene nucleus 
has been so altered as to bring the alcohols within the scries known as 
the “ terpene alcohols ”. A certain number of these alcohols are found 
in nature, but some of them are prepared synthetically, and, although 
not yet found naturally, are exceedingly useful in the preparation of 
perfumes. 


Benzyl Alcohol. 

Benzyl alcohol, C,,Hf,. CH^OH, is the lowest member of the normal 
series of aromatic alcohols containing the benzene nucleus. It exists to 
a ceitain extent in the free state, but more often in the form of esters, 
principally of acetic, benzoic, and cinnamic acids, in a number of essential 
oils, such as those of jasmin, tuberose, cassie flowers, and ylang-ylang. 

It is prepared artificially, for use as a synthetic perfume, by several 
methods, for example by heating benzyl chloride with oxide of lead to 
100°, or by heating benzyl chloride with potassium acetate and saponify¬ 
ing the benzyl acetate so formed, with caustic potash. 

Benzyl alcohol is an oil with a slight but very sweet floral odour, and 
has the following characters:— 
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Boiling-point. 205“ to 207“ 

Specific gravity.inMas 

Optical rotation.±0“ ' 

Refractive index.1’53804 

It is fairly soluble in dilute alcohol, aud in about 35 parts of water. 
It can therefore be fairly easily separated from less soluble constituents 
by shaking with 5 or 10 per cent, alcohol. Apart from its actual per¬ 
fume value, benzyl alcohol is of considerable value to the perfumer, since 
it acts as a very valuable fixative, aud is, moreover, one of the best- 
known solvents lor artificial musk. 

Benzyl alcohol foims a solid compound with calcium chloride, 
and also a phthalic acid compound. The latter is obtained by heating 
2 grams of the alcohol with 2 grams of phthalic anhydride and 1 gram 
of benzene. Caustic soda solution is then added, and the solution washed 
with ether. The benzyl acid phthalate is precipitated by sulphuric acid, 
and can be reciystallised horn benzene. It then melts at 106“ to 107". 
It also yields a phenyl-urethane, melting at IT to 78’’. Its esters are 
agi eeahly-smelling liquids, which will be described later. 


I’HliNYI.-KTHYI, Abt'OHOI,. 


Phenyl-ethyl alcohol, C.ilL,. CIIu. CH^OH, is the next highest 
homologue of the benzyl alcohol series. It is found naturally in rose 
and neroli oils; but as it is very soluble in water, it practically 
disappears from the distilled otto of rose and is dissolved in the rose 
water. Hence otto of rose with its beautiful perfume dons not truly 
represent the odour of the rose. By the use of various isolated and 
synthetic bodies an artificial otto can be prepared which more closely 
resembles th(i rose odoui' than does the natural otto itself. But it is 
doubtful whether any really good artificial otto of rose can be prepared 
without some natural otto as its biisis. 

Phenyl-ethyl alcohol, or benzyl oarbinol, has been known for many 
years, but its powerful rose odour has been entirely overlooked, its dis¬ 
covery having been made by an ordinary research chemist and not a 
piirfumery expert. Its preparation was described in the BericMe 
(9, 373) in 1876, but the product there noted was evidently impure, as 
its boiling-point is recorded as 212“. Commercial specimens vary 
greatly in both their olour and their keeping properties, some samples 
deteriorating in odour very rapidly. It is, therefore, very important to 
obtain it in a state of the highest purity. It has the following char¬ 
acters :— 


Specific gravity 
Ilefractive index 
Boiling-point . 

»i »» • 

Optical rotation 


1-0242 

1-63212 

220“ to 222“*t 740 ram. 
104“ at 12 mm. 

+ 0 “ 


It yields a diphenyl-urethane, which melts at 99“ to 100°, aud is very 
useful for identification purposes. The phenyl-urethane, melting at 80° is 
less useful for this purpose, since its melting-point is almost identical 
with those of benzyl and nonyl alcohols. It combines with phthalic 
Acid to form a phthalic acid ester, melting at 188° to 189°. 

Phenyl-ethyl alcohol can be prepared by numerous methods, several 
of which are the subject-matter of patents. It may 1 m prepared, for 
example, by the conversion of phenyl-bromo-lactic acid into phenyl- 
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acetaldehyde, and then reducing this body with sodinni. Oi’ it may be 
prepared by reducing phenyl-acetic esters with sodium and absolute 
alcohol in the following manner:— 

It is obtained by allowing a solution of one molecule of phenyl-acetic 
estei' in three to four times the quantity of its weight of absolute alcohol, 
to tall in drops on a quantity of sodium calculated for six atoms. It is 
then heated foi' several houis on an oil-bath, until the sodium has disa])- 
|)earod, if necessary adding more alcohol. After cooling, water is lulded, 
and the ester which is not attacked is saponified. The alcohol and 
phenyl-ethyl alcohol are then distilled off with steam, whcsn the latter 
is at once obtained in the pui'e state. 

It is a colourless, heavy oil, with a typical rose and ‘‘ honey ” odour, 
it is easily soluble in all organic solvents, and to a considerable extent 
in water. It is soluble, in 2 volumes of 50 per cent, alcohol, in 18 
volumes of ill) per cent, alcohol, and in 00 volumes of water. Its identi- 
tication is, thei’efore, best effected by extracting the«niixture of alcohols 
in which it occurs, by means of dilute alcohol, which dissolves the phenyl- 
ethyl alcohol but not much of the other alcohols. 

It is suitable, not only tor rose odours, but also for blending with 
almost any flower oil. Phenyl-isthyl alcohol forms a solid comjiound 
with chloride of calcium, which is very useful for its purification. On 
oxidation it is converted into a mixture of phenyl-acetaldehyde and 
phenyl-acetic acid. The last-named body forms an ethyl ester melting 
at 28°, which serves for its identification. 

There is an isomeric and closely associated alcohol, phenyl-methyl 
carbinol, 0|;H,,CH(0H)CH.,, known to chemists. This is a liquid of 
different odour, but which is not us.'.d very much in synthetic perfumery. 
It is an oil boiling at 203°, and forms an acetate which is found natur¬ 
ally in essential oil of gardenia. This ester is of use in blending per¬ 
fumes of this type of flower. 

Fhknvu-i’koi'vl Aucohol. 

Phenyl-propyl alcohol, . CHj. CHjj. OH, is the next 

highest homologue of phenyl-ethyl alcohol, and is also known as hydro- 
cinnamyl alcohol. Like the last described bodies it has been known 
for many years, its first preparation being described in the Annalcn 
(188, 202). It occurs as a cinnamic acid ester in storax, and as an 
acetic ester in cassia oil. It is prepared synthetically by the reduction 
of cinnamyl alcohol with sodium amalgam and water, or by the reduc¬ 
tion of cinnamic or benviyl acetic esters with sodium and absolute, 
alcohol. It has the following characters: 

Specific gravity . .1-007 

Uoiling-point at 12 mm.IIO” 

„ „ „ 7C0 mm.285° 

It can be characterised by its phenyl-urethane, melting at 47" to 48", 
or by oxidising its acetic acid solution by means of chromic acid, when 
it yields hydrocinnamic acid, melting at 49°. 

It is a colourless, thick oil, with an odour recalling that of cinnamic 
alcohol and hyacinths. It is useful in synthetic perfumery in the pre¬ 
paration of bouquets, and it is extremely useful in odours of the ty-pe of 
hyacinth, narcissus, jonquil, and the like. 
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There exist three isomers of phenyl-propyl alcohol, all of which have 
bean prepare*! and described, and, although not yet introduced into 
commerce may ev^itually be so. These\re asfollor Bmixv 

methyl-carbmol . CH,. CH(OH)CHj, toiling at 215"- phenl 
ethyl-carbinol, C,H,. CH(OH)CH,. CH„ iJoiling at 221 ” • and benri 
dimeftyl-carbinol. C„H,. CH,. G{OH)(CH,),. meUing at 21“ and boiling 

Hkjfikh IIomologuks ok PHEKyr.-ETHvn Alcohol. 

Braun' has shown that alcohols of the type of phenyl-ethvl alcohol 
containing an aliphatic and an aromatic radicle, can be prepai ed by the 

tosos rCH NH ® Th " general formula X CN with the corresponding 
Mses X OH^NKj. These are then benzoylated and the benzol coni- 

X Th npeutachloride, when the chlorides 
X . GHjGl aie formed. These, of course, are directly convertible into the 
corresponding alcotols, The following alcohols so prepired aiV^cin- 

SIb^-SoM 

7V««-phenyl-butyl alcohol (boiling-point 140' at 14 mm ) 
phenyl-amyl „ „ ,, 155.. go 

6-phenyl-hexyl „ _ „ ifi0“ ,,13 

< 11*1 ,.170“ to 172“ at 16 mm) 

Ot these phenyl-amy alcohol has a pleasant, but somewhat evanescent 

■m 1 nh nri °T i ^ “ ^^'’y otour rthis 

ofroses "’'‘'•““■ely agreeable odour 

C’iNNAMU' AliCOnOi-. 

Cinnamic alcohol, C„II,. CII; GU . GH^H, or y-phenyl-allyl alcohol 

ac d “nttora^bSrm°Lr‘“’’”^ principally of either aceUc or cinnamic 
It f'y^C'nfh itnd other es.sentia! oils. 

di.,eet»?. ^ prepared syn hotically by reducing cinnamic aldehyde 
S “ ^P?.“‘fy‘"g resulting cinnamyl esters. Ginnaraic 

f “ crystalline body, although commercial specimens frequently 

foniwlnSa^cter?-“’•y«‘'‘'l-'‘‘fon. It has the 


Melting-point 

Boiling-point 

•t It • 

Specific gravity at 35^ 
Refractive index . 


38“ 

258'^ at 760 mm. 
117° at 5 mm. 
about l*0i0 
1-03024 


i-oioTndToao."*™^’'' 

a forms a phenyl-urethane, molting at 90" to 91“ and 

a diphenyl-urethane, melting at 97“ to 98“. On oxidation it yields cinna- 

mlbg^;U20““” tonzoic aoid, 

deliliimTJfll!^'^®' ***" “"Odour, not very powerful, but exceedingly 
delicate, recalling roses and hyacinths, in which types of perfume it is 

?r cent abotol ‘ypo % '""ans of .lO 


' Jkrkhte, 44, 2S(i7. 
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OiJMiNic Alcohol. 


CHjjOH 

Cuminic alcohol, C,,H/ , has been found in the essential 

\CH(CH„), 

oil of cumin. On oxidation it yields cuminic acid, melting at 112“ to 113“. 

Anisic Alcohol. 

/CHpH 

-Anisic alcohol, , has been isolated from the volatile 

\OCH, 

constituents of Tahiti vanillas. It boils at 117“ to 118“ at 6 mm., and 
yields a phenyl-urethane, melting at 93°. 

1 

Pkkillk; Alcohol. 

An alcohol of the formula Cj„H,„0 was isolated from oil of ginger- 
grass by Schimmel & Oo.,* and described by them as dihydrocuminic 
alcohol, it has, however, now been shown by Semmlcr and Zaar*^ not to 
have the constitution assigned to it by Schimmel & Go., but to lie identical 
with the alcohol obtained by reducing perillic aldehyde, GjifHj^O, the 
aldehyde chaiacteristic of the essential oil of PerUla nankinensis. 

It was separated from geraniol, which accompanies it in ginger-grass 
oil by treatment with concentrated formic acid, which destroys the 
geraniol, but does not attack the perillic alcohol. It has the following 
characters:— 

Boiling-point.119° to 191“ at 11 mm. 

Specific gravity. 0-964 at 20“ 

Refractive index. 1-4996 

Specific rotation. - 68-6° 

Its constitution is closely related to that of limonene, since its 
chloride passes at once, on reduction, into this terpene as shown in the 
following formulte;— 


GH, GHj 

GHj GH., 

GH, GH, 

x/- 

G 

x/- 

X/' 

G 

G 


GH 

CH 

GH 

Hafl-^^GH., 

HJG/^GH, 

H//\CH, 


1 


H,cl ^GH 


HxC^^CH 

G 

C 

1 

c 

1 

1 

cHjOn 

CH 2 CI 

1 

GH, 

Borillic alcohol. 

Chlorido. 

Limonene. 


By oxidation this alcohol yields perillic aldehyde which forms a 
semi carbasone, melting at 199“ to 200°, and perillic acid, melting at 

‘BwfcW, April, 1904, 5.3 ; October, 1904, 41. ’‘Ibid., 44 , 460. 
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130“ to 131“. It also yields a naphthyl-urethane, melting at 146° to 
147°. 


Terpene Alcohols, 

Tekpinbou. 

Terpineol, CjnHjy. OH, is an alcohol of the greatest interest from a 
scientiKc point of view, and of the highest practical importance from the 
perfumer’s point of view. Throe well-defined modifications of the sub¬ 
stance known as terpineol are recognised, but as their chemical constitu¬ 
tions are different in each case, it is not a question of so close a relationship 
as might be expected from the clumsy and slip-shod nomenclature univer¬ 
sally employed for them. These “ terpineols ” are known as a-terpineol, 
jS-terpineol, and y-terpineol. 

Terpineol of commerce is, in the main, a mixture of the isomers, in 
which o-terpineol largely predominates. 

Terpineol is an alcohol which is used to an enormous extent in 
synthetic perfumery, and is the basis of alLthe perfumes of the type of 
•• lily of the valley, lilac, and similar odour's. It blends so 'well with 
numerous other bodies that it is easy to produce a large number of 
different odours, all with the main perfume of terpineol. Mugnet, for 
example, is tei'pineol with small quantities of modifying substances. 
Syringol, lilacine, and artificial gardenia are all based on terpineol. 
Geranium oil and heliotropine are excellent substances to round off this 
odour, and on account of its stability it is most useful in soap perfumery, 
as neither heat, acids, nor alkalis have arry_ appreciable effect on it. 
Ylang-ylang, sandalwood, and rose are also excellent odours to blend 
with it. 

These alcohols have long been a puzzle to chemists. Terpineol was 
first prepar-ed by Tildon by the action of dilute acids otr terpin hydr-ate. 
Wallach first prepared it in really good yield, by acting on terpin hydrate 
with dilute phosphoric acid. He stated that it was a monatomic alcohol, 
boiling at 215° to 218°, and described it as a liquid. Bouchardat and 
Tardy prepared it by the action of very dilute strlphuric acid on terpin 
hydrate, and found that it solidified on cooling and then melted at 
30° to 32°, easily remaining in a state of super-fusion. A closer examin¬ 
ation by Wallach and Baeyer showed that the true melting-point of the 
principal terpineol is 35°. A study of the two bodies, the “ liquid ” and 
the “ solid ” terpineol, and of their oxidation products, has revealed that 
there are at least twelve definite isomeric terpineols, capable of being 
synthesised. The liquid terpineol of commerce consists of a mixture of 
at least two of these, those meltiirg at 35° and at 32° to 33°, with either 
some trace of impurity, or else a third isomeric liquid form. The ter¬ 
pineols all appear to possess an odour recalling hyacinths, hawthorn, 
and lilac. They are, when prepared artificially, optically inactive, but 
Semmler has recently prepared optically active terpineols, by replacing 
the chlorine in the two limonene monohydrochlorides by the hydroxyl 
group. The resulting terpineol is optically active in the same direction 
as the limonene from which it is produced. Baeyer has, in addition, 
synthesised an isomeric terpineol, melting at 69° to 70°. 

Terpineol (that is a-terpineol) has been prepared synthetically by 
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Revkiii and his pupils, his method being described under the synthesis 
of limonene (p. ). 

o-terpineol is a solid compound, melting at 35". It occurs in the 
dextro-rotatoi’y form in numerous essential oils, including those of petit- 
grain, neroli, orange, and linaloc oil; whilst it is found in the laevo- 
rotatory condition in caniphoi' oil, certain pine oils, and in Mexican 
linaloe oil. It also occurs in the optically inactive variety in cajuput oil. 
The artificially prepared o-terpineol, which is a constituent of coni- 
inercial terpineol, is, of course, inactive. 

Synthetic a-terpineol has the following characters :— 


Melting-point. 3S" 

Uoiling-point.217“ to 218" 

„ „ at 10 mill.104" „ 105“ 

Spejific gravity.0'935 „ 0‘940 

Ilefraotivo index. 1 -48084 


Natural terpineol has an optical rotation of about ± 100". 

The average characters of the commercial mixture known as ter¬ 
pineol arc as follows :— 

Spocilic gravity . . •■.(I-OSS to 0-941 

Boiiing-point. 217" „ 220" 

Kefractive index. 1-4800 „ 1-4840 

Optical activity.>+ 0" or slightly active 

It is soluble in two volumes of 70 per cent, alcohol. 

Messrs. Schimmel A- Co. give the following characters for the active 
and inactive varieties of a-terpineol — 

ium^tive Active 

Varieties. Varieties. 

Moltiug-point. 36*^ 37° to 38’ 

„ „ of niorosochloride . , 107° „ 108“ 

„ „ „ DitroUpiperidiuc . . . lOO’' ,, 151“ 162“ 

„ ,, methoothyl hcpliuionolido . fi4’ 40“ „ 47“ 

«-tei-j)iueol has the following constitntion ; 

OH, CH, 

\/ 

coil 

I 

CH 

H.,C'^'''CH., 

HC^ /CH., 

C 

I 

CH, 

a-terpineol is characterised by being converted into dipenlene di- 
hydriodide, Ci^H,,!,, melting at 77" to 78°, by being shaken with con¬ 
centrated hydriodic acid. 

It yields a well-defined phenyl-urethane, melting at 113°. It requires 
considerable care to obtain this compound, which should be prepared 
as follows: terpineol mixed with the theoretical amount of phenyl- 
isocyanate is left for four days at the ordinary room temperature. 
Crystals separate which are diphenyl urea, and are removed by treating 
the product with anhydrous ether, in which the diphenyl urea is insol- 
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uble. If the liquid be very carefully and slowly evaporated fine needles 
of terpinyl-phenyl urethane separate. This compound has the formula 
C 15 H,,. NH. COOC,„lI,-. The coiTespondiug naphthyl-urethane melts at 
147° to 148°. 

Terpineol nitrosochloride, C,|,HjjOH. N OCl, is, perhaps, the most 
suitable derivative to prepare for the identification of terpineol. To a 
solution of 15 grams of tei^pincol in 15 c.c. of glacial acetic acid, 11 c.c. 
of ethyl nitrite are added. The mixture is cooled in ice, and 6 c.c. of 
hydrochloric acid mixed with 6 c.c. of glacial acetic acid are added drop 
by drop, with continual shaking. Care must be taken to avoid a rise in 
temperature. When the I'eactiou is completri, water is added to pi'e- 
cipitate the nitrosochloride. The oily liquid soon solidifies and may be 
recrystallised from Iroiling acetic ether or from methyl alcohol. Ter¬ 
pineol nitrosochloride molts at 112“ to 113° in the ease of the optically 
inactive form, or at 107“ to 108“ in the case of the optically active variety. 

As in the case of pinene, the nitrosochloride forms a nitrol-piperldine, 
Cj„Hjj(01I)N0 . N . Cr.Hji,, melting at 159° to 160" in the case of opti¬ 
cally inactive terpineol, or at 151” to 152° in the case of the optically 
active variety. , 

/ 8 -terpineol is found with a-terpineol amongst the reaction products 
ol dilate acids on terpin hydrate, so that it is a constituent of com- 
mei'cial terpineol. 

It is, wlien pure, a crystallini' compound melting at 32° to 33 , and 
has the following characters:— ^ 

Spocilic gravity.0-923 (at 15", superfiised) 

Befractive imlox. 1-4747 

Boiling-point at 752 min. -209° to 210° 

It yields the following crystalline derivatives, which are suitable for 
ils identification ; nitrosochloride melting at 103", nitrol-piperidine melt¬ 
ing at 108°, uitrol-anilide melting at 110 °, and phenyl-urethane melting 
at 85 . 

^-terpineol has the following constitution :— 

CUjCH., 

\/ 

C 

OH 

ILC/^CIL 

1 

COH 

I 

CH., 

-y-terpineol has not lieen found in nature. It has been prepared by 
V. Baeyer ^ by the reduction of tribrom—1.4. 8 —-terpene, resulting 
from the bromination of dipentene dihydrobromide. It also results 
from the action of dilute phosphoric, or oxalic acid, on terpin hydrate. 

It forms prisms melting at 69° to 70°. To identify this body it may- 
lie converted into its acetate, which then yields a nitrosochloride in the 
usual manner, which melts at 82°. 

> Beriohte, 27 (1894), 44.9. 
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y-terpineol has the following constitution;— 

CH„ 

I 

COH 

c 

0 

A useful method for the production of terpineol for use in perfumery 
on a commercial scale is the following, due to Bertram and Walbaum - 
Two kilograms of acetic acid are mixed with 50 grams of sulphuric 
acid and 50 grams of water. Into the mixture, which should not he 
allowed to rise above 50°, 1 kilogram of rectified oil of turpentine is 
poured, in portions of 200 grams at a time. After cooling and standing, 
the liquid is diluted with water and shaken with soda solution. The 
product consists of terpinene and terpineol esters, which are separated 
by fractional distillation. The esters, on treatment with alcoholic 
potash, yield terpineol. 


Thu.iyl Alcohol. 

Thujyl alcohol, C,|,H];OH, occurs in the oils of wormwood and thuja 
leaves, etc., and also results from the reduction of its ketone, thujone, 
by means of sodium. It is identical with the body originally described 
by Semmler under the name tanacetyl alcohol. 

It has, according to Semmler, the following characters :— 

Boiling-point.210° to 212° 

„ „ at 13 mm. 92-6‘’ 

Specific gravity at 20°.0'926 to 0'926 

Refractive index.1'4635 

It yields a chloride, thujyl chloride, CjoH,jCl, by the action of phos¬ 
phorus pentachloride, which on treatment with aniline yields up HCl, 
with the formation of the terpene thujene. 

Paolini • has separated from the reduction products of thujone the 
acid phthalate of /S-thujyl alcohol, HOOC . C,.H^. COO . melting 

at 120°, and having a specific rotation + 91-27“. This body yields a 
silver salt which melts at 86° to 86°, and a strychnine salt melting at 
IIT to 178°. • On saponifying the phthalate ^-thujyl alcohol results, 
which has the following characters;— 

Boiling-point. 206° 

Specific gravity. 0-9239 

Refractive index at 16°.1-4626 

Specific rotation.+ 114-7° 

Tschujaeff and Fomin ^ have shown that by the recrystallisation of the 
cinchonine salt of the pbthalic acid ester, and hydrolysis of the crystal¬ 
line salt, (i-thujyl alcohol can be obtained of specific rotation -i- 116-9°, 

> AM. B. Accad. dei hiiicti, (v.), 20, i. 766. « Seriehle, 4S (1912), 1293. 
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and specific gravity 0-9187 at -jj-i thus agreeing with Paolini's results. 

The more soluble cinchonine salt remaining in the mother liquors, gave 
a laevo-rotatory tbujyl alcohol, but the highest rotation obtained was 
- 9-12'’. 

Thujyl alcohol has the constitution :— 



CH, 

1 


1 

CH 

HC 

' HH.OH 


\ 'cH., 


\' 

a 

I 

CH 

/\ 

Oil., CH, 



it can be identified by oxidation with chi’omic acid, when its ketone, 
thujone, results. This can then be characterised by its oxime, melting 
at 54". 


Sabinol. 

Sabinol, C„H„,. OH, is a secondai-y alcohol, existing in the oils of 
savin, cypress and eucalyptus, either in the free state or in the form of 
its acetic ester. Somewhat discordant values have been published for 
this alcohol, its chai-acters, according to Schimmel' and Semmler “ being 
as follows:— 


Boiling-point.210° to 213° 

„ „ at 20 mm.105° „ 107° 

Speoifle gravity at 20°.0-9182 

Keiractivc index.1-1880 

Molecular refraction.16-5 


Paolini and Rebora “ have, however, prepared sabinol in a pure con¬ 
dition by means of its hydrogen phthalate, in the hope of separating it 
into its stereoisomeric forms. The hydrogen phthalate of sabinol which 
they prepared, COOH . C,.H,. CO,. CjjH],, crystallised in white silky 
needles melting at 95°, and having a specific rotation, in mpthyl alcohol, 
- 14°-6. On hydrolysis, this yielded sabinol having the following char¬ 
acters :— 

Boiling-point., . . 208° 

Specific gravity.. . 0-9518 

Refractive index at 18°.1-1895 

Specific rotation.- 1 - 7° 66' 

No isomer appeared to be present in savin oil, since no separation 
qould be effected by conversion of the hydrogen phthalate into its 

' Buichl, October (18951, 40. »Serk/tk, 33 (1900), 1169, 

‘Atti, B. Ac(M. dei Lincii, 1916 (v,), 25, ii- 577. 
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strychnine salt, and fractional crystallisation thereof. The strychnine 
salt, CjjjH^jOcNj, melts at 200° to 201°. 

Sabinol probably has the constitution — 

GH., 

II 

C 

HC / 'jGHOH 
'CH, 

C 

I 

GH(CH3)„ 

On oxidation with permanganate of potassium it yields sabinol- 
glycerine, Cj|,H,f,(OH)3, melting at 152° to 153°, and hy further oxidation, 
tanacetogene-dicarboxylic ucid, CjHjjO.,, melting at 140°. On reduction 
with sodium and amyl alcohol, sabinol yields thuj}! alcohol, G,||H|;OH. 


Tebi’inknot.. 


Terpiuenol, GinlIj^O, is found in the oils of marjoram cardamoms, 
cN'press, and nutmeg, as well as in several others to a small extent. It 
has the following constitution :— 



C 


h.,c/\;h 

H.,cl JgH., 

' \/ ■ 

G. OH 

incGH,), 

It can be obtained artificially by treating sabinene or thujeue with 
dilute sulphuric acid, when the resulting alcohol is optically inactive. 
The natural alcohol, isolated from juniper berry oil, has the following 
ehanicters;— 


Boiling-point at H uim.y3“ to !I5” 

Specific gravity.0'940 

Optical rotation. + 13'0C° 


This was probably an impure preparation, and probably WaUach's 
preparation * was in a much purer condition. This had the fol'owing 
characters:— 


Boiling-point.309° to 913° 

Specific gravity at 19“.0'92fi6 

Refractive index at 19°.1'1785 

Optical rotation.-t 25° 4' 


whilst for the inactive variety Wallach gives the following figures :— 


'Annalen, 356 (1907), 21.5. 
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BoUiug-point.212”to2U° 

Specific gravity. 0-9290 

Befroctive index.J -4803 


By oxidation with potassium permanganate, terpinenol yields trioxy- 
terpane, C]„H, 7 (On) 5 , melting at 114° to 116°, and by boiling with dilute 
sulphuric acid carvenone results. This body yields a semi-oarbaxone, 
melting at 202°. 

The above-described compound is known as terpineiiol-4 in accoi-d- 
ance with recognised nomonclature. A body known as terpinenol-1 
is present to a small extent in the artificially pre))ared commei-cial 
topinenol. This body has the following characters :— 

Ttoiling-poiut.. 208" to 210" 

SpeciOo gravity. 0-9265 at 18" 

Itctractivo index. 1-4781 

It has been preparral synthetically by Wallach ' from isopropyl- 
hexenone. It has the«coustitution :— 

CH, 

(;( 0 U) ' 

ILC'" ''■CH., 

Jch 

b' 

1 

(!H(CH,), 

Teui'Ink Hydhatk. 

Terpine hydrate, C,|,H,|,(011)2 -I H^O, is a crystalline alcohol le- 
sulting from the action of dilute mineral acids on either pineiie or 
limonene. It can be prepared by several different methods, of which 
the following is typical; A mixture of 8 parts of oil oi- turpentine, 
2 parts of alcohol, and 2 parts of nitric acid of specific gravity 1'255 
is allowed to stand tor sevei-al days in a flat basin. After standing foi- 
a lew days the mother liquor is poured off from the ci-ystals of terpine 
hydrate, and neutralised with an alkali, after which a second crop of 
crystals is obtained. 

Terpine hydrate crystallises in well-defined monoclinic ])risms. 
melting at 116“ to 117°. On distillation, or on exposure to sulphuric 
acid, terpine hydrate gives off the water of crystallisation and yields the 
anhydrous alcohol terpine. It is probable that terpine exists in the 
space isomeric forms, known as cj.s--terpine and fratw-tpi-pine. The 
product resulting from the dehydration of terpine hydrate is that known 
as cis-terpine. It melts at 39°. Trans-terpine melts at 64° and is pre¬ 
pared by dissolving dipentene dihydrobromide in 10 times its amount 
of glacial acetic acid and gradually adding silver acetate to the ice-cooled 
solution. The product is filtered after standing for some time and the 
filtrate is neutralised with soda and extracted with ether. The ethereal 
solution is treated with alcoholic potash to saponify the acetyl compound 
and the reaction product is distilled with steap, to remove hydrocarbons. 


'Annakti, 362 (1908), 2S0. 
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and terpineol. Transte'rpine remains in the residue after this treatment. 
Terpine has the following constitution :— 

CH, 

I 

C.OH 

HoCl^JcHj 

CH. C(0H)(CH3>, 


PlNOCAIlVKOL. 

Pinooarveol, Cii,Hj,.0, is a bicyclic alcohol, which has been found in 
oil of Eucalyptus ghhulus, and is apparently identical with the alcohol 
obtained by the reduction of nitrosopinene. It can^ be prepared artilicially 
in the following manner:— 

Seventy grams of piuylamine nitrate are treated with a solution of 
10 grams of sodium nitride in 100 c.c. of water for some time. The 
yellowish oil which separates is distilled-with steam, and the distillate is 
shaken with an oxalic acid solution in order to remove basic comj>ounds, 
and again distilled with steam. Pinocaiveol has the following char¬ 
acters ;— 


Boiling-point.210° to 218° 

„ „ at 12 mm. 92° 

Specific gravity. 0-9745 at 20° 

Refractive index. 1-4903 

Specific rotation.- 52° 40' 


It forms a phenylurothane which appeare to consist of two isomers 
melting at 82“ to 84° and at 94° to 95° respectively. The formation of 
these two phenylurethanes makes it probable that pinocarveol is itself a 
mixture of two isomeric compounds. On oxidation with chromic acid 
pinocarveol yields a compound C,||Hi 40 which forma two semi-carbazones, 
melting at 210° and 320° respectively. 

Pinocarveol has the following constitution (probably):— 


C : CIL 



PiNENOn. 

This body has been described in detail by Cienvresse,' but its chemical 
individuality cannot be regai-ded as established. Its formula is said to 
be Cj^HjjOH and it has the following characters;— 

' Comptes rendus, 130, 918. 










THE CONSTITUENTS OE ESSENTIAL OILS 


127 . 


Boiling'Poiut.225” ftt 740 min. 

„ „ .143" „ 88 mm. 

Specific giavitj'. 0*9962 at 0" 

Refractive index. 1*4970® 

Specific rotation. ~ 14*6()® 

It is prepared by passing nitrous fumes into ice-cold pineno. It 
forms an acetate, C,„Hj,,0 . COCHj, which has a marked lavender odour. 

DlHYDKOCAUVKOr,. 


Dihydroearveol, Cmllj-O, is a natural constituent of caraway oil, and 
is also obtained by the reduction of oarvone. 

To prepare it artificially, 20 grams of carvone are dissolved in 200 c.c. 
of absolute alcohol and 24 grams of sodium ai e added. Towards the 
end of the reaction water is added, and the product is then distilled 
with steam. 

Dihydi'ocarvool is'an oil of agreeable odour, and having the following 
characters:— 


Boi!iiig-)ioiiit at 7()0 niiu..• • • te 

„ „ 7 nim.100° „ 10S!“ 

Spci- lfip gravity.0'9368 

Optic j,l rotation.- 6° 14' 

Itcfractive index.I'4fi364 


The above values apply to natural dihydroearveol from cai-away oil. 
.\ specimen prepared by the reduction of carvone had a specific gravity 
0‘!)27 at 20" and refractive index l'48lfi8. 

Dihydroearveol is obtained from both optical foims of carvone, and 
is optically active in the same sense as the original carvone. It has the 
following constitution :— 


UH. ClI, 

Jcil, 

()H 

I 

{(!H,):C.(CH,) 

On oxidation with chromic acid in acetic acid solution, dihydro- 
carveol yields dihydrocarvone, which has a specific giwity 0'928 at 19°, 
and refractive index 1-47174. The dihydrocarvone from tom-dihydro- 
can-eol is dextro-rotatory, and rice versa. Its oxime melts at 88° to 89° 
for the optically active variety, and at 115° to 116° for the optically 
inactive form. • 

Dihydroearveol yields a phenylurethane, C|,1I,,NH . CO . 
melting at 87° for the optically active variety, and 93° for the optically 
inactive form. 


Tkkbsantauou. 

Tercsantalol is an alcohol of the formula which was isolated 

from sandalwood oil by Sohimmel & Co. It has been prepared artifici¬ 
ally by Semmler and Bai-telt,* by reducing tefesantalic acid with sodium. 
> Ileriehtc (1907), 3321. 
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It is a solid body meltiug at 112° to 114°, forming exceedingly fine pris¬ 
matic crystals. It forms a compound with phthalic acid, melting at 140°. 

Fknchyi, Alcohol. 

The chemistry of lenchyl alcohol, ('j|,H„jO, must be regarded as in a 
somewhat unsettled state, as questions of isomerism arise which are as 
yet unsolved. It was originally prepared by Wallach by reducing the 
ketone fenchone, a natural constituent of several essential oils, by means 
of sodium. Later * ho obtained it in fairly large quantities as a by¬ 
product in the preparation of fcnchone-oarboxylic acid, by passing a 
current of CO^ through an ethereal solution of tenchoiu! in the presence 
of sodium. Fenchyl alcohol has, so far, been found in one essential oil 
only, namely, that of the root wood of Pmim pahinti'is. 

Wallach gives the following characters for the laevo-i-otatory fencli)! 
alcohol 


Boiling-point.201*' 

Specific gravity al 50 ’.O'fi.S.? 

„ rotation.- lO" 35' 

Molting-point.45’’ 


The naturally occurring fenchyl alcohol is optically inactive and 
melts at 33" to 35°, which agrees with the observations of Wallach, a 
mixture of the two optically active forms, each of which melted at 45 , 
melting at 33" to 35". 

Pickard, Ijewcock and Yates- have prepared fenchyl alcohol by the 
reduction of rf-fenchone; they found it to be laevo-rotatoiy. On con¬ 
version into its hydrogen phthalate and fractionally crystallising the 
magnesium and cinchonine salts, they obtained a fraction, which on 
saponification yielded /aerri-fenchyl alcohol, having a specific rotation of 
- 15‘5°, which is probably the correct value for this figure. 

Fenchyl alcohol yields a phenylurethane melting at 88° when pre¬ 
pared from the optically inactive alcohol, and at 82'5° when prepared 
from the optically active form. It yields fenchone on oxidation, which 
can be identified by its crystalline combinations {vide fenchone). 

Fenchyl alcohol has, according to Semmler, the following con¬ 
stitution 



0 CH.J 

''i\ 

] \ 

Hod 

1 \CH(OH) 


OHa 

H/1 

! C(0H,), 


CH 

Fenchyl alcohol yields an acetate, . COdH,, boiling at 87" to- 

88 ° at 10 mm., and having a specific gravity 0‘9748, and specific 
I’otation - 58'. 


Aniiiileii (1895), 324. 


■Jtmr. Cht'iH. iSiir., 29 (1913), 1!17. 
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According to Schimmel & Co.,i if fonchene be treated with a mixture 
of acetic and sulphuric acids, it is hydrated with the formation of iso- 
fenchyl alcohol, Cj^HjgO. This alcohol is a solid body, crystallising in 
needles melting at 61° to 62°. On oxidation it gives rise to a ketone, 
^loHicO, which is isomeric with fenchone, but which on reduction does 
not yield either fenchyl or isofenchyl alcohols, but a third isomeric 
alcohol. Isofenchyl alcohol forms a phenylurethane melting at 106° to 
107°. The characters of the isomeric alcohols are compared in the 
following table:— 


Melting-point .... 

„ „ of phonylurethano . 

„ „ „ hydrogen phthalato 

Boiling-point. 

.Voetic enter, boiling-point 
Boiling-point of ketone formed 
Melting-point „ „ „ . . 

„ „ „ oxime of ketone . 


Frlieli vl Alcohol. 
'■45“ 

8vi° 

145° 

91" to 92° (11 mm.) 
88° (10 mm.) 
191° to 192° 

0 ° 

104° to 16.5“ 


Tsofencliyl Alcohol. 
61° to 62° 

106° „ 107° 

149° „ 160° 

97° to 98° (18 mm.) 
98° „ 99° (14 mm.) 
193° to 194° 
liquid 
82° 


IsOPULKOOn. ^ 

Isopulegol, does not appear to exist in essential oils, but it 

results from the action of acids on citronellal. The last-named body, 
for example, when boiled with acetic anhydride yields isopulegyl acetate, 
from which the alcohol is obtained by hydrolysis. 

Isopulegol is an oil having an odour resembling that of menthol. Its 
characters are as follows :— 

Boiling-point.91° at 13 mm. 

Spociflo gravity.0-9164 at 17-5° 

llefraetive index. 1-47292 

Its optical rotation has usually been recorded as fiom - 2° to - 3°, 
hut recently Pickard, Lewoock, and Yates ^ have prepared f-isopulegol 
by fractional crystallisation of the magnesium and cinchonine salts of 
the hydrogen phthalato, and found its specihc rotation to be - 22-2°. 

Isopulegol has the following constitution :— 

OIL 

I 

CH 

lIjCj^^CH, 

GH 

m-.LiCS.,) 

On oxidation isopulegol yields isopulegone, which can be character¬ 
ised by its oxime, which melts at 121 ° for the active, and about 140° for 
the inactive variety; or its semi-carbazone, which melts at 172° to 173° 
for the active, and 182° to 183° for the inactive variety. 

‘ Hepoii, October, IMS, 49; April, 1900, 56 and 00. 

“ Jour. Cliem. Soe., 29 (191.3), 127. 
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Isopulegyl hydrogen phthalate melts at 106° and has a specific rota¬ 
tion - 18'7°, and its magnesium salt melts at 115°. 

Pulegone, on reduction, yields an alcohol, CmHijO, which is known 
as pulegol. It is a viscous liquid, having the Mour of terpineol, and 
boiling at 215°. Its specific gravity is 0'912. It is difiicult to obtain it 
in a state of purity. 

Schimmel & Co.* treated isopulegol with aqueous and alcoholic solu¬ 
tions of alkalis to try and convert isopulegol into pulegol. By the action 
of sodium ethylate, instead of pulegol which might have been expected 
to be produced, two totally different reactions took place; on the one 
hand there was rupture of the unsaturated side chain with the forma¬ 
tion of methyloyclohexanol; on the other hand there was opening of 
the hexagonal nucleus between the carbon atoms 3 and 4, with forma¬ 
tion of citronellol, according to the following scheme:— 

CH, 



It is probable that the isopulegol was first changed to pulegol and 
this to methyloyclohexanol. 

Menthol. 

Menthol, CjaHj^OH, is the characteristic alcohol of oil of pepper¬ 
mint, from which it separates in fine crystals on cooling. It also results 
from the reduction of the corresponding ketone, menthone, CjjHjgO, and 
also of pulegone. 

Natural menthol is laevo-rotatory. The reduction of both laevo- 
menthone and dextro-menthone yields a mixture in which laevo-menthol 
predominates. The constitution of menthol is as follows:— 


B$fort, October, 1913, 91. 
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CH, 

I 

CH 

h,c/Nch., 


H^C'^^'CHOH 

CH 

iH(CHa)2 

Its physical characters are as follows 


Melting-point 
Boiling-j^int at 

Specific gravity 


760" 


rotation ^ 


43" to tt-S" 
215° „ 216° 

0-881 


- 49° to - 50° 


Various melting-points have been recorded for menthol, and the 
recent work of F. E. Wright ‘ throws some light upon these differences. 
Wright describes the crystallisation of mentW in four different forms, 
which he terms a, b, c, and d. Three of these appear to bear monotropic 
relations to the stable a form. On crystallisation, alt forms of menthol 
show a pronounced tendency to the development of radial spherulites; 
these are roughly spherical in shape in the case of crystallisation from 
the melt, but noticeably ellipsoidal on inversion of one crystal form into 
a second. The four forms are readily distinguishable under the petro¬ 
graphic microscope, a-menthol shows dextro-rotatory polarisation, 
while the melt is laevo-rotatory. In the formation of the different 
monotropic forms the initial temperature of crystallisation appears to 
be the determinative factor. The a form is stable between zero and its 
melting temperature, 42-5° C. The other forms have lower melting 
temperatures, namely, 35-5° (6), 33-5° (c), 31-5° (d), all of which invert 
finally into the stable a form on standing; the d form may invert first 
into the b and then into the a form. At a given tempei-ature the rate of 
growth of crystals of a given form from the underoooled melt is constant; 
also the rate of growth on inversion of an unstable form into one more 
stable. The refractive index of melted menthol at 25° is approximately 
1-458 for sodium light, whilst that of the crystals is greater. The specific 
rotation of melted menthol at 15° is - 59-6°, corresponding to a laevo; 
rotation of - 0-53° per mm. depth of liquid, whilst the crystals are 
dextro-rotatory, the rotatory power of the stable a form being over five times 
as great when measured for the D line. The melting-points were ob¬ 
served in polarised light, the crystals being melted between two strips 
of thin cover glass; the slide was immersed in a beaker qf water placed 
on the microscope stage and kept at a definite temperature by means of 
a small electric resistance heating coil of fine enamelled constantan wire. 
Melted menthol shows undercooling to a pronounced degree, and does 
not crystallise within reasonable time until after a temperature of 32° or 
lower has been reached. Crystals of the a form grow at an appreciable 
i-ate at 42°. On crystallisation from the melt at the higher temperature 
needles are commonly formed; these show a tendency toward radial 
arrangement. At lower temperatures radiql spherulites are almost in¬ 
variably formed. 


' Jour. Anur. Chem. Boo., 39,1518, through P. and E.O.Ii. 
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Menthol forms an acetate, menthyl acetate, Cj„Hj„0 . COGHj, a thick 
highly refi-active liquid boiling at 224°, and of specific rotation - 114°. 

It forms a characteristic benzoic ester, Cn^mO . CO . C„Hj, melting 
at 54°. This is a useful compound for identifying menthol and may be 
obtained by heating menthol with the theoretical amount of benzoic 
acid, in a sealed tube to 170°; excess of acid is removed by shaking with 
a boiling solution of sodium carbonate, and the ester is crystallised from 
alcohol. Menthol forms a phenylurethane, melting at 111° to 112°. 

Boedtker ’ has prepared a number of the homologues of menthol in 
the following manner: Sodamide was allowed to react with menthone 
dissolved in ether. The resulting sodium-mciiithone was treated with 
the various alkyl iodides, with the formation of the corresponding alkyl- 
menthones. These were reduced with sodium and yielded the corre¬ 
sponding menthol homologues. The alkyl-menthols so prepared had 
the following characters :— 




Gravity 



I 

I 

I 

I 


Kotiitiou. 


Ri'fraclive 

Ill'IfX. 


Motliylmeuthol 
Metbylmenthyla^setatc. 
Ktbylmenthol 
Ethylmentliylaootabe . 
n-Propylmenthol . 
n-Propylmenthylacetate 
Isoaniylmenthol . 

Benzylmenthol 


' 120'^ to 130"' (32 mm.) 0-9124 

I 125“ (17 inni.) 0-tl313 

; 124° (IS „ ) 0-'J24fi 

t 131°tol.S2°(14mm.) ■ 0-030B 

I 141° „ 145" (27 „ ) 0-9075 

1.52“ (30 mm.) 0-9516 
j 150° (23 „ ) , 0-8985 

203° to 205° (24 mm.) d^- : 0-9819 


i [aJoaF - 2°26' 11-4092 
I [ii]i>2-.>° - 18°7' ,1-4578 
I[o]i>22°-14°65' I 1-4709 
I [o]d2i° - 0° 0' 1-4030 

l[a]D22°-l-29°7' 1-4075 

[b]i> 82° - 8° 68' ! 1-4741(19°) 
[a]o2a° -I 33° 44’ ! 1-4001 

Wi> 2 r - 43" 19' 1 1-52,57 


Standnikow ^ has prepared sevei-al of the esters of menthol by heat¬ 
ing magnesium iodo-mentholate with the esters of ethyl alcohol. For 
example, with ethyl acetate, propionate, and benzoate the corresponding 
menthyl esters were obtained. These bodies have the following boiling- 
points ;— 

Menthyl acetate.113° at 19 mm. 

„ propionate.122° to 123° at 19 mm. 

„ ben/nate.191° „ 192° „ 18 „ 

Menthyl benzoate melts at 54-5° to 55°. 

Numerous isomeric menthols have been described, many of which 
are certainly not chemical individuals. 

When menthone is reduced there is found, in addition to menthol, a 
certain amount of isomenthol. This body melts at 78° to 81° and is 
slightly dextro-.rotatory, its specific rotation being -f 2°. 

The most reliable work on the isomeric menthols is tliat of Pickard 
and Littleburv.^ Starting from the mixture of alcohols which Brunei 
had obtained by the reduction of thymol, and which he had described 
under the name of thymomenthol, they isolated from it about 60 per 
cent, of isomeric menthols, 30 per cent, of menthones, and several other 


> Bull. Soc. C’ftiia., iv. 17 (1915), 8(0. 

‘Jour. Him. phys. Chtm. Ges., 47 (1918), HIS- 
‘Jour. Chem. Soc., 101,109. 

* ( omptes rendtis, 137,1288; and Boure-Bertrand Fils, Bultelin. 
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compounds. The}' prepared the phthalio acid esters and converted them 
into their magnesium and zinc salts, which were then fractionally crys¬ 
tallised. 

Two distinct ho<lies were thus obtained, which, on hydrolysis yielded 
the corresponding menthols, of which one is inactive menthol (melting- 
point 34° C.; boiling-point, 16 mm., 103° to 105° C.; acid phthalic ester, 
melting-point 129° to 131° C.), the other, neomenthol crystallising from 
petroleum spirit in prismatic tables melting at 51° C.; boiling-point, 
16 mm., 103° to 105" C.; phenylurethane, melting-point 114° G.; acid 
succinic ester, melting-point 67" to 68" C.; acid phthalic ester, melting- 
point 175° to 177° C. 

The same menthol and neomeuthol have also been obtained by the 
reduction of inactive menthone by means of hydrogen, in presence of 
nickel at 180° C. 

The inactive menthol melting at 34° C. just described is pi-obably 
identical with the j8-thymomcnthol described by Brunei; the inactive 
neomenthol is probably identical with the isomenthol described alwve. 

Natural laevo-menthol is clearly a homogeneous compound. On the 
other hand, the inactive menthol melting at 34° C. may lie split up, by¬ 
passing through the form of the brucine salts of the phthalic ester, into 
laevo-menthol (melting-point 42° C.; [aji) - 48-76°) and dextro-menthol 
(melting-point 40° C.; |u]i) -p 4815"). Similarly, the inactive neomen¬ 
thol may be decomposed into dextro-neomenlhol ([oJd + 19-69") and 
laevo-neomenthol ([aju - 19-62 ). These active rno<lifications are both 
litjuids; the former having a boiling-point of 98° at a pressure of 16 mm. 
and the latter boiling at 105’- at 21 mm. Uextro-neomeuthol has been 
shown to exist in very small quantity in Japanese jiejipermint oil. 

BoitNKOL. 

Boi neol, C],|Hj;01I, the alcohol corresponding to the ketone camphor, 
occurs naturally, in both optically active modifications ; as dextro-borneol 
in the wood of Dryohalanops caniyilioia (Borneo camphor), and as laevo- 
borneol in Blimiea balsamifmi (Ngai camphor). It also occurs in the 
optically inactive modification. It is found in numerous essential oils, 
such as those of the pine-needle type, in the form of its acetic ester, and 
also in spike, rosemary, and numerous other oils. It forms crystalline 
masses, or, when recrystallised from petroleum ether, fine tablets which, 
when quite pure, melt at 204°. Its boiling-point is only a few degrees 
higher, riz. 212°. According to Bouchardat the melting-point is lower 
than that given, but this is undoubtedly due to the fact that his borneol 
was impure, probably containing some impurity. Traces of isoborneol, 
strangely, raise the melting-point to 206° to 208 '. Borqpol can be pre¬ 
pared artificially by reducing its ketone (camphor) with sodium. Fifty 
grams of pure camphor are dissolved in 500 c.c. of nearly absolute 
alcohol, and treated with 60 grams of sodium. After the reaction is 
complete the whole is poured into a large volume of water, and the re¬ 
sulting borneol is collected, washed, pressed, and recrystallised from 
petroleum ether. This method of preparation, however, yields a mixture 
of borneol and isoborneol. The chemically pure body is best prepared 
by the saponification of its acetate. On oxidation, the converse reaction 
takes place, with the formation of camphor. Borneol forms a series of 
esters with the organic acids, of which bornyl acetate is most frequently 
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found in nature. This body melts at 29°, and has a specific gravity of 
‘991 at 15°. It is optically active. In common with a large number of 
alcoholic bodies borneol forms a crystalline phenylurethane. This can 
be prepared by the interaction of phenylisocyanate and borneol. It 
melts at 138°. Bornyl chloride, prepared by the action of phosphorus 
pentachloride on borneol, melts at 157°. 

Borneol forms crystalline compounds with chloral and bromal, the 
former melting at 65“ and the latter at 104° to 105°. 

Bertram and Walbaum give the following as the characters of several 
of the borneol esters :— 



BoiUiig'point 
ut ^0 mill. 

0]>ti(;al 

Rotatiou. 

8p«ciKc 

Gravity. 

Rofractivp ImWx 
at Ifi®. 

Pcmiate . 

90° 

+ 31° ■ 

1-013 

1-47078 

Acetate 

98® 

- 38° 20' 

0-991 

1-4GG33 

Propioniatc 

110° 

+ 24° 

0-978 

1-40436 

Butyrate . 

121° 

+ 22° 

0-906 

1-46380 

Valerianate 

128° to 180° 

-t- 20° 

0-966 

1°4G280 


It also forms a phthalic acid compound melting at 164°. Pure 
borneol has the following characters:— 


Meltiag-poiDt 
Boiling-point 
Specific gravity . 

„ rotation (in alcohol) 


203° to 2(M° 
212 ° 

I'Oll to 1-020 
+ 37-6° to 89-5° 


Borneol has the following constitution ;— 


CH, 


C 



Henderson and Heilbron' recommend the following method for 
differentiating between borneol and isobomeol {q.v.). The alcohol is 
dissolved in ten to fifteen times its weight of pyridine, and the calculated 
amount of para-nitrobenzoyl chloride added, and the mixture heated on 
the water-bath for several hours. The pyridine is removed by extrac¬ 
tion with ice-cold dilute sulphuric acid, and the resulting para-nitro- 
benzoate of the alcohol, after washing with dilute sulphuric acid again, 
is separated, dried, and recrystallised from alcohol. Bornyl-p-nitro- 
benzoate melts at 137°, whilst the corresponding isobomeol derivative 
melts at 129°. It is possible that the usually accepted melting-points 

' Pioc. Chtm. Soc., 29 (1913), 381, 
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of both borneol and iaoborneol may require revision, as Henderson and 
Heilbron find the borneol regenerated from the crystalline nitrobenzoate 
melts at 208°, and isoborneol obtained in the same way at 217°. 

Pickard and Littlebury' have carried out a series of investigations 
on the separation of the optically active borneols and isoborneols, which 
is of particular interest, as the method of separation can probably be 
applied to various other similar bodies. This method depends on the 
different solubilities of the crystalline compounds of the acid phthalates 
of the alcohols, with alkaloids such as cinchonine, or with fawo-menthyl- 
amine. The specific rotations which these chemists consider accurate 
for borneol are very concordant for the two optical varieties. The values 
obtained are:— 

Dextro-borneol [ajj, = + 37'08° (in alcohol) 

Laevo-borneol [o]j, = - 37‘61° „ „ 

The corresponding figures for isoborneol are as follows :— 
Dextro-isoborneol [o]u = + 34'02° (in alcohol) 
Laevo-isoborneol [«]„ = - 34'34° „ „ 


ISOBOKNEOIi. 

Isoborneol, GioH^OH, is an alcohol stereoisomeric with borneol, 
which it closely resembles in general characters. It is obtained, together 
with borneol, by reducing camphor with sodium, or it may be prepared 
by hydrating the terpene camphene by means of acetic and sulphuric 
acids. The following ® is the best method for the preparation of this 
alcohol. One hundred grams of camphene are heated with 250 grams 
of glacial acetic acid and 10 grams of 50 per cent, sulphuric acid to 60° 
for four hours and the mixture continually shaken. When the reaction 
is complete, excess of water is added, and the ester, isobornyl acetate, 
separates as an oily mass. Free acid is removed by shaking the oil in 
a separator with water until the water is neutral. The ester is then 
saponified by boiling with alcoholic potash under a reflux condenser. 
The greater part of the alcohol is distilled off, and the residue is poured 
into a large quantity of water. Isoborneol is precipitated as a solid mass, 
which is filtered off, washed with water, dried on a porous plate and 
recrystallised from petroleum ether. Prepared in this manner, isoborneol 
melts at 212° (but see Henderson’s and Heilbron’s results, mp'a). It is, 
moreover, so volatile that the determination of its melting-point must be 
made in sealed tubes. 

Its specific rotation is + 34°. 

Isoborneol yields camphor on oxidation, but it yields camphene on 
dehydration much more readily than borneol does. If.a solution of 
isoborneol in benzene be heated with chloride of zinc for an hour, an 
almost quantitative yield of camphene is obtained. Pure borneol under 
the same conditions is practically unchanged. 

Isoborneol forms a phenylurethane, C^HjNH .00.0. OioHj,, melting 
at 138° to 139°, which is identical with the melting-point of borneol 
phenylurethane. 

Isobornyl formate is a liquid of specific gravity 1'017, and boils at 

^Proc. Ghem. Soe., 23, 262 : Jour. Chim. Soc., 91, 1978. 

^ Jow. prakl. Ch*m., Now Sorieo, 1. 
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100“ at 14 mm.; isobornyl acetate has a specific gravity 0’9905, and 
toils at 107“ at 13 mm. 

Toe following table exhibits the principal difference between borneol 
and isoborneol:— 


Crystalline forms .... 
Uelting-point .... 

Boiling-point. 

Solubility in benzene at 0" . 

„ „ petroleum ether at 0° 

Melting-point of phenylurethane . 
,, ,, „ chloral compound 

„ „ „ bromal ,. 

„ „ „ acetic ester . 

With zinc chloricle 

Specific rotation .... 


Borueol. 

- double refraotiou 
204° (208° ?) 
212 ° 
lin7 

1 in 10 to 11 
188° 

55° to 56° 

101° „ 105° 

29° 

nnchaiiged 

37" 


Isolioraeol. 

+ double refraction 
212° (217° ?) 

1 in 8 

1 in 4 to 1'5 
138° 
liquid 
72° 
liquid 

forms camphene 
34° 


CAMl'nENP, Hydiwte. 


Aschan ^ has recently prepared a new alcohol from camphene, which 
is not identical with isoborneol. He obtained it by digesting camphene 
raonohydrochloride with a solution of calcium hydroxide for about 
eighteen hours with continual agitation. The camphene hydrate so 
formed is a crystalline compound, highly refractive, and melting at 
150" to 151". It boils at 205". It differs very markedly from borneol 
and isoborneol by yielding camphene on dehydration with the greatest 
ease, even when the mildest dehydrating agents are used. 

Camphene hydrate is a tertiary alcohol, and a study of its characters 
and method of preparation caused Aschan to consider that it is im¬ 
probable that borneol and isoborneol are stereoisomeric, but that they 
probably have different constitutional formula?. 


MYKTEXOn. 


Myrtenol, Ci„H]|,0, is a primary cyclic alcohol, which was isolated 
from essential oil of myrtle, in which it occurs principally in the form of 
its acetic ester, by von Soden and Elze.^ It is separated from geraniol, 
with which it is found, by fractional distillation, and by the crystallisa¬ 
tion of its acid phthalatc, which melts at 116". Myrtenol has an odour 
of myrtle and possesses the following charactere :— 


Boiling-point at 760 mm. 222° to 224° 

„ „ „ 9 mm.102° „ 105° 

Specific gravity at 20". 0*9763 

Optical rotatio*.-f 45° 45' 

Befractive index. 1*49668 


The above figures are those of Semmler and Eartelt,“ those of 
von Soden and Elze being as follows:— 


Boiling-point at 751 mm.. . 220° to 221“ 

„ „ ' „ 3*5 mm. 79 5 „ 80° 

Specific gravity at 15°.0*985 

Optical rotation.-p 49° 25' 


Myrtenol forms an acetic ester, quantitatively, so that it can be de¬ 
termined by acetylisation. 


’ BtrushU, 41,1092. » Ctum. Zeil., 29 (1905). 1081. 

’’Beriehte, 40 (1907), 1863. 
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With phosphorus pentachloride it yields myrtenyl chloride, Ci|,Hj,,Cl, 
which by reduction with sodium and alcohol yields pinene. 

On oxidation with chromic acid in acetic acid solution, myrtenol 
fields a corresponding aldehyde, which has been termed myrtenal. This 
body has the following characters :— 


Formula. 

Boiling-point at 10 mm,. 
Specific gravity at 20° , 
Befractive index . 
Melting-point of Bemi-oarbazone 
„ „ ,, oxime . 


87^ to 90° 
0-987(} 
1-6042 
230° 

71° to 72“ 


Myrtenol, according to Semmler and Bartelt, has the following con¬ 
stitution :— 


G CH^OH 


I (CH,), 

H,{>, ■ 


-,CH 


CH,. 


CH 


SANTEnOI,. 


There exists in East Indian sandalwood oil an alcohol, of the 
formula C„Hj„0, which has boon named santclol, or santenoiie alcohol. 
It is closely allied to, and much resembles, the alcohol obtained by the 
hydration of the hydrocarbon, santene (q.r.), and is probably stereo- 
isomeric with it. There is some difference of opinion as to the proper 
nomenclature of the two alcohols. According to Charabot,' the naturally 
occurring alcohol, also obtainable by the reduction of santenone, is 
analogous to borneol, and should therefore be termed, if that analogy is 
to be used in the nomenclature, jr-nor-borneol, whilst the name ir-nor- 
isoborneo! should be reserved for the isosantelol, which results from the 
hydration of santene. The two alcohols are probably stereoisomeric, 
and the names assigned to them are exactly reversed by Semmler and 
Schimmel, who term the alcohol obtained by the hydration of santene, 
santelol or ir-nor-borneol. Both alcohols are probably of the following 
constitution:— 

OH, 

• i 




H,C, 




OH.CHjj 

/ 


CHOH 

CH, 


CH 

> Les Priimitea Odmtmta Sti Veptaux, p. 100. 
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Santelol can be purified by conversion into its phthalic acid ester, 
which is liquid, but which forms a silver salt which does not melt even 
at 230°. 

It is a solid body melting at 58° to 62°, and boiling at 196° to 198°. 
w-Nor-isoborneol, obtained by the hydration of santene, or by boiling 
teresantalic acid with formic acid, has the following characters:— 


Boiling.point.87^ to 68° at 9 miu. 

Melting-point. 08“ to 70° 

Optical rotation. 0° 

It forms an acetate having the following characters :— 


Formula 
Boiling-point 
Specific gravity at 20“ 
Refractive index . 
Molecular refraction 


CiiEisOj 

89“ to 90-6“ at 9 mm. 


0-987 

1-45962 

50-47 


The above figures are given for the alcohols leased on the nomen¬ 
clature advocated by Charabot as mentioned above. 


Apopikol. 


Apopinol, 0]oHi|jO, is an alcohol, which has been identified in a 
.Japanese essential oil by Keimaza.i It yields citral on oxidation, and 
it is not certain that it is in fact a chemical individual, being, possibly, 
an impure form of linalol. 


Kbssvl AncoHoii. 

Kessyl alcohol, has been isolated from Japanese valerian, 

or Kesso, oil. It is a solid compound forming fine rhombic crystals and 
having the following characters:— 

Melting-point. 85“ 

Boiling-pcint at 11 mm.156“ to 166“ 

.. 760 . 300“ 302“ 

It forms an acetic ester, which boils at 178° to 179° at 16 mm., and 
has an optical rotation - 70° 6', Its formula is . OC. CHj. 

Santalol. 


There exist in sandalwood oil (from SantaUm album) two isomeric 
sesquiterpene alcohols, of the formula They are both primai-y 

unsaturated alcohols, one being bicyclic, the other tricyclic. These' two 
alcohols are termed a-santalol and /3-santaIol. 
a-santalol has the following characters;— 

Boiling-point. 300° to 101° 

„ „ at 8 mm.165“ 

Specific gravity.0-979 

Refractive index. 1*4990 at 19° 

Specific rotation.-t-1° 6' 

The specific gi-avity, refractive index, and specific rotation 'given 
above are those recorded by Paolini and Divizia* and are probablyiac- 

’ Jour. Pharm. Soc,, Japan (1903), August. 

‘ Atii, B. AccaJ. Lincei, 1914 (v.), Ti. 226. 
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curate since the a-santalol was prepared by regeneration from its strych¬ 
nine phthate. The values record^ for commercial santalol, prepared 
by fractional distillation, are as follows, and are the average values for 
the mixed santalols as they occur in sandalwood oil;— 


Heiuniler. v. 8odeii, Si:himmel. 

Specific gravity . 0-973 at 20° 0-976 to 0-978 0-973 to 0-982 

Optical rotation . - 21° — 16° 30' to — 20° — 14° „ — 24° 

Befractive index . 1-50974 — 1-5040 „ 1-5090 


Paolini and Divizia arc probably more accurate :— 

Specific gravity. 0-9854 at 0° 

Optical rotation.- 1'2° 

Boiling-point . , , .. 300° to 301° 

;8-santalol has the following characters:— 

Boiling-point at 760 mm. 309° to 810° 

„ „ 10.168° „ 169° 

Specific gravity. 0-9729 

Refractive index. 1-5092 

Specific rotation.. • - ^2° 

These values, except the boiling-point at 760°, are those of Paolini 
and Divizia. Schimmel gives the following figures:— 

Boiling-point at 760 mm. . . 309° to 810° 

„ „ „ 14.170°,, 171° 

Specific gravity. 0-9868 at 0° 

Optical rotation.- 56° 

According to Paolini and Divizia {loc. cit.), the two santalols can be 


separated in the following manner: They are first separated as far as 
possible by careful fractional distillation, and the impure fractions con¬ 
verted in the usual manner into the hydrogen phthalate, and this again 
into the strychnine salt. By repeated recrystallisation the strychnine 
salt can be purified until the melting-point and rotatory power are con¬ 
stant. When this point is reached, saponification yields the pure alcohol. 
The strychnine phthalate has the following formula:— 

C||H 4 (C 02 . Cj 5 H 3 j)(C 02 H . OjjHjjOjNj). 

By oxidation of the santalols, an aldehyde, or mixture of aldehydes, 
is obtained, which has been termed santalal. It has the formula C 15 HJ 2 O, 
and the following are its physical characters:— 

Boiling-poiot at 10 uun. 

Specific gravity at 20° ., 

Optical rotat.on . 

Befractive index . 

Melting-point of oxime. 

„ „ „ semi-oarbazone 

Semmler regards the body nor-tricyclo-ecsantalane, Ci„Hj 2 , as the 
parent substance of all the santalol derivatives. It is obtained by de¬ 
composing the ozonide of santalol in vactio. 

The acetic esters of the two santalols have been prepared, but their 
absolute purity has not been substantiated. 

o-santalyl acetate boils at 308° to 312°, and /3-santalyl acetate at 316° 
to 317°. 

The formulse suggested by Semmler feft- the two santalols are as 
follows:— 


0-995 

+ 13° to -1-14° 
1-51066 
104° to 106° 
£30° 
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CH, 

CH 


CH 




\ /tir 

CH, 


CH 


. CH. CH: CH. CH^CHsCH,. OH 

'cH, 


H^C^ 

H,ci 


CHj 

CH 

i 

1 

, C 


a-SantaloI. 

|CH. CH: CH. CHj. CH,. CH,. OH 
^GH, 


CU, CH 

^-Santalol. 


AMYnoi,. 

The alcohols of the so-called West Indian sandalwood oil, which is 
distilled from a species of Amyris, are known under the name of amyrol. 
It is, in all probability a mixture of two alcohols of the formulte C,jH.,,0 
and Cjr.HjiiO, Its characters are as follows:— 

Specific gravity. 0-980 to 0-989 

Optical rotation. +27^ 

Boiling-poiut. 299“ to 801° at 748 iiiui, 

„ „.151" „ 152° „ 11 „ 

Amyrol has been partially separated into its constituents—of which 
the higher boiling is probably of the formula C,,-,n,„0, and has a specific 
gravity 0-987, optical rotation + 36°, and boiling-|x)int 299°. The lower 
boiling alcohol appears to have the foi-mula Cj,,Hjj,0, and to be optically 
inactive. 

Cedkoo and Pseudocedkol. 

Cedrol, Ci,,H.j|.,0, is a true sesquiterpene alcohol occurring in cedar- 
wood oil {Jimiperm vinjiniam) and several allied essential oils. 

It is a crystalline substance having the following characters:— 

Melting-point.80° to 87' 

Boiling-point.291° „ 294" 

„ „ el 8 min.157° „ 160" 

Specific rotation (in chloroform).8- 9° 31' 

It yields 'a phenylurethane if it is heated almost to boiling-point 
with phenyl-isocyanate. This compound melts at 106“ to 107°. On de¬ 
hydration with phosphoric acid it yields the sesquiterpene cedrene. 
The relationship bstween cedrene and cedrol is probably as follows:— 


(Or,H^) 

(C.rH,„) 

i 

' 1 

C-=CH 

1 

C(OH)-CH, 

CH, 

CH, 

Cedrene, 

Cedrol. 
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Semmler and Mayer ^ have isolated a physical isomer of oedrol from 
the same oil, which they have named pseudooedrol. This alcohol waa 
obtained by systematic fractionation of the oil, and was found to accumu¬ 
late in the fraction which distils between 147° and 152° at 9 mm. pressuie. 
Pseudooedrol is a saturated tertiary alcohol having the following char¬ 
acters ;— 


Specific gravity at 20“.. . 0*9964 

Optical lOtatloD.+ 21“ 80' 

Jiefrsctivc index.1*5131 


When pseudooedrol is heated in a sealed tube at 235° it yields a 
mixture of dihydrocedrene, and oedrene, 

.\ccording to Semmler and Mayer, oedrol and pseudooedrol are of 
the same chemical constitution, the two bodies being physical isomers. 


Ckdukkol. 


In addition to oedrol and pseudooedrol, cedar-wood oil contains a 
third alcohol, of the formula Cjr,H. 2 ., 0 , which has been named cedrenol. 
This alcohol was isolated by Semmler and Mjtyer,'* who found it to exist 
to the extent of about 3 per cent, in the oil. It is a tricyclic unsatur¬ 
ated alcohol, closely related in constitution to the sesquiterpene oedrene, 
as shown by the following formulsB:— 


C = CH 

I 

CHj 

Cedrene. 


) 

G = CH 

1 

GIL—OH 
Cedrenol. 


Gedrenol has been isolated in a state of purity by means of itsphthalio 
acid ester. 

It is a viscous, colourless liquid, having the following characters :— 


Boiling-point at 10 mm.161° to 170° 

Specific gravity at 20°. 1-0098 

Optical rotation.+1° 

llefrootive index.1-52.80 


It was, however, probably not quite pure, when obtained in this- 
manner. It forms an acetic ester, having the following characters :— 


Boiling-point at 10 mm.165° to 169° 

Specific gravity at 20°.1-0168 

Itefraotive index. 1-5021 

Optical rotation.- 2° 

When regenerated by saponification of the acetic e8ter,.cedrenol was 
found to have the following characters ;— 

Boiling-point at 9-5 mm.166° to 169° 

Specific gravity at 20°. 1-0083 

Refractive index.1-5212 

Optical rotation.±0° 


By the action of phosphorus pentaohloride, cedrenol yields cedrenyt 
chloride, Ci^Hj^Gl, which, when reduced by sodium and alcohol yields 
cedrene. . 

> Beriohte, 46,1384. ’* Ibid ., 45, 786. 
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Cadinol. 

Semmler and Jonas * have isolated a sesquiterpene alcohol, CijHajO, 
from oil of galbanum. It yields a hydrochloride melting at 117° to 118°. 

Vbtivknoi,. 

Genvresse and Langlois * isolated an alcohol of the sesquiterpene 
group of the formula CijHj^O from oil of vetiver, which they named 
vetivenol. This alcohol has been examined by Semmler, Risso, and 
Schroeter.® From the fraction boiling at 260° to 298° at 13 mm. they 
obtained an ester of vetivenol, C 15 H 24 O, with an acid of the formula 
On hydrolysis the alcohol was obtained, which had the 
following characters;— 


Boiling-paiut at 13 mm.170° to 174‘ 

Specific gravity at 20°.1'0209 

Refractive index.1'62437 

Optical rotation.. 1 - 34° 30’ 

Molecular refraction.65'34 


This alcohol possesses only one double bond, and must be tricyclic. 
It is a primary alcohol, yielding a phthalic acid ester. On reduction 
with hydrogen and spongy platinum, it yields dihydrovetivenol, C,f,Hj|, 0 , 
a true sesquiterpene alcohol, having the following characters:— 

Boiling-point at 17 mm.170° to 179° 

Specific gravity at 20°.1‘005,5 

Refractive index.1'51354 • 

Optical rotation.. 31° 

Dihydrovetivenol forms an acetic ester, whose characters are as 
follows •— 

Boiling-point at 19 mm.180° to 184° 

Specific gravity at 20°.1‘0218 

Refractive index.1'504.33 

Optical rotation.-i- 28° 48’ 

There was also obtained from the oil a second alcohol, CuH^^O, 
which contains two double bonds, and is bioyolic. It is also a primary 
alcohol, but its characters have not been ascertained with accuracy. 
A mixture of bicyolio and tricyclic vetivenol isolated by means of phthalic 
acid had the following characters, from which those of bioyolic vetivenol 
may, to some extent, be deduced :— 


Boiling-point at 14 mm.168° to 170° 

Specific gravity at 20°.1 ■0095 

Refractive index. 1-52058' 

Optical rotation. + 25° 


ZiNOIBEBOn. 

Brooks * has isolated from the fraction of oil of ginger toiling at 154° 
to 157° at 15 mm. an alcohol which he finds to to a sesquiterpene 
alcohol, CijHjiiO, corresponding to the sesquiterpene zingiberene. It has 
the fragrant odour of ginger, and probably possesses one of the following 
constitutions:— 

■ Berichte, 47 (1914), 2068. - 


’ CompUs rendut, 135, 1059. 

* Jour, Amer. Chtm. 80c., 38 (1916), 430. 
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C(CH,),OH 

H,c!^ Jca . OH. o(Ciy CH. ch, 
OH(CH,) 


C(0H,):CH, 

HjCl^ ^CH. CH,. C(OHjJ(OH)CH: OH« 

C(C^Ia) 


GuAior;. 

Guaiol, C,r,H 2 i, 0 , is an odourless sesquiterpene alcohol found in the 
essential oil of the wood of Bidneaia Sarmienti, known as guaiac wood 
oil. 

It is obtained by extracting the wood with ether, and several times 
recrystallising the pasty mass so obtained from alcohol. 

Guaiol is a tertiary bicyclic alcohol, with one double linkage, having 
the following characters :— 

Melting-point ...... . . 91° 

Boiling-point at 9 min.117° to 149° 

90 ° 

Specific gravity - -.O’S?!! 

4 

Refractive index.1*5100 

Specific rotation.' . . . . - 29-8° 

By acting on guaiol with potassium in alcohol, and adding methyl 
iodide, guaiol methyl ether is formed, which has the following char¬ 
acters 

Boiling-point at 9 mm.141° to 143° 

nKO 

Spndfic gravity at 0*9882 

„ rotation.- 31*8° 

Refractive index at 18-5°. 1*48968 

If guaiol be shaken in aqueous acetone with potassium permangan¬ 
ate a glycerol results, which is the first body of its type known in the 
sesquiterpene series. This body, guaiol glycerol, forms 

colourless tablets, melting at 210° to 211°, and is suitable for the identi¬ 
fication of guaiol. 


Clove Sesquiterpene Alcohol. 

Semmler and Mayer' have isolated a sesquiterpene alcohol, CibHjjO, 
from the high boiling fractions of oil of cloves. It was probably not 
obtained in an absolutely pure condition, but had the following char¬ 
acters, which must be regarded as approximate only :— 

Boiling-point at 8 mm.138° to 148° 

Specific gravity at 20°. 0*9681 

Optical rotation.- 17° 

Retractive index. 1*8070 

It yields a chloride, Ci^jH^jCl, of specific gravity 0*990 at 20°. It is 
a bicyclic sesquiterpene alcohol, with one double bond. 


BertchU, 45 (1912), 1390. 
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.Ledum Camphor. 

Ledum camphor, Gi,,,H2„0, is a solid sesquiterpene alcohol present 
in the essential oil of Ledum pahistre. It forms long, colourless needles 
having the following characters :— 


Melting-point.104° 

Boiling-point.281° 

20 ° 

Specific gravity at .0'9814 

ilofractive index.1'5072 


On dehydration it yields the sesquiterpene ledene, which has scarcely 
been investigated. 

COSTOL. 

Semmlcr and Feldstein' have isolated a sesquiterpene alcohol, 
Cij.IIjjO, from the oil of costus root, to which they have given the name 
costol. It was purified by conversion into its acid phthalate, which, on 
hydrolysis yields the pure alcohol, having the following characters:— 


Boiling-point at 11 nun.109° to 171° 

Specific gravity at 21°.0-983 

Befraotive index. 1-5200 

Opticai rotation.+13° 


Costol is a diolefinic hioyolic sesquitei-pene alcohol, which, on oxida¬ 
tion by chromic acid in acetic acid yields an aldehyde, Cj,,H 320 , which 
yields a semi-carbazone, melting at 217° to 218°. This aldehyde, which 
is triolefinio has the following characters :— 

Boiling-point at 15 mm.104° to 105° 

Specific gravity at 22°. 0-9541 

Kefractive index. 1-50046 

Optical rotation.+24° 

Costol forms an acetic ester, having a specific gravity 0-9889 at 21°, 
and optical rotation + 19°, 


Elemou. 

Semmler and Liao- have examined the solid body isolated from 
Manila elemi oil by Scbimmel & Co. This was found to be a sesqui¬ 
terpene alcohol, C,r,H2,(0, which has been named elemol. It was 
purified by converting it into its benzoic acid ester, from which the 
alcohol was prepared in a pure state by hydrolysis. It has the following 
characters:— 


Bailing-peint at 17 mm. ....... 152° to 166° 

Specific gravity at 20°.0-9411 

liefraotive index. 1-5030 

Optical rotation.- 5° 

Its benzoic ester has the following characters;— 

Boiling point at 10 mm.214° to 218° 

Specific gravity at 20°. 1-0287 

Hrbmetive index. 1-5378 

Optical rotation.- 6° 


> BerklUe, 47 (1914), 2687. 


■‘Jbid,, 49 (1916), 794. 
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On reduction elemol yields tetrahydroelemol, C^Hj^O. Elemol is 
a monocyclic sesquiterpene alcohol, and on dehydration yields the sesqui¬ 
terpene elemene. 

According to Semmler and Liao' tetrahydroelemol has the following 
characters:— 

Melting-point . 

Boiling-point . 

Speoifio gravity at 20° 

Refractive index 
Optical rotation 

By treatment with formic acid, it yields tetrahydroelemene. The 
constitution of this body, which throws some light on that of elemol, is 
probably as follows 

C-CH(CH3), 


36-6° 

138° to 142° at 13 mm. 
0-9080 
1-4807 
- 2 ° 




CH(CHj,) 


JUNIPEBOL. 

Bamsay has isolated a crystalline sesquiterpene alcohol from the 
essential oil distilled from the bark of the juniper tree. It forms 
optically inactive triclinic crystals, melting at 107°, and having the 
formula 

Eudebmol. 

Eudesmol is a sesquiterpene alcohol, isolated from several species of 
eucalyptus oil by Baker and Smith, who regarded it as an oxide of the 
formula Semmler and Tobias “ have, however, shown that it 

is a tricyclic, unsaturated alcohol. It has the following characters;— 

Melting-point.78° 

Boiling-point at 10 mm..156° 

Specific gravity at 20°. 0-9884 

„ rotation (in chloroform).-h 31° 21' 

Refractive index.1-5160 

Molecular refraction.67-85 

It forms an acetate, which boils at 165° to 170° at 11 mm. By re¬ 
duction with hydrogen and spongy platinum, it yields dihydroeudesmol, 
an alcohol melting at 82°. On dehydration it yields a sesquiterpene, 
eudesmene. 

Gitobulol. 

This sesquiterpene alcohol was discovered by Schimmel & Go. in oil 
of Eucalyptus globulus. It is found in the last fractions of the distillate, 
separating out in crystalline condition. On recrystallisation from 70 
per cent, alcohol, it was obtained in the form of brilliant, almost odour¬ 
less needles, having the following characters;— 

' Bsikhte, 50 (1917), 1286. * Zeit f. Kristatlogr., 46, 281. 

» BerkUt, 46 (1913), 2026. 

10 
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Melting-point , . . 88'5 

Boiling-point et 766 umi. . 283° 

Spocifio rotation . . - 38° 29' (12 per cent, chloroform solution) 

Its formula is Cj^H^nO. 

Schimmel & Co.‘ attempted to acetylise the alcohol by moans of acetic 
anhydride, hut the reaction product only showed 5 per cent, of ester, 
which was not submitted to further examination. The bulk of the 
alcohol had been converted into a hydrocarimn, with loss of water. 
Ninety per cent, formic acid is most suitable for splitting off watei . 
One hundred grams of the sesquiterpene alcohol were heated to boiling- 
point with three times the quantity of formic acid, well shaken, and, after 
cooling, mixed with water. The layer of oil removed from the liquid 
was freed from resinous impurities by steam-distillation, and then 
fractionated at atmospheric pressure. It was then found to consist of a 
mixture of dextro-rotatory and laevo-rotatory hydrocarbons. By repeated 
fractional distillation, partly in raciw, partly at ordinary pressure, it was 
possible to separate two isomeric sesquiterpenes, which, after treatment, 
with aqueous alkali, and distillation over metallic sodium, showed the 
following physical constan(jS:— 

1 . 2 . 

Boiling-poiut. 247° to 248° 2GG' 

Optical rotation.- 55‘ 48' -r 58'' 40' 

Befraotive index. 1-4929 1-60C0 

Spocifle gravity.0-8‘)5(; 0-923(; 

Semmler and Tobias consider that eudosniol and globiilol are related 
in the same manner as borneol and isoborneol. 

Patchouli Cami’HOu. 

Patchouli camphor, ('j5ll,_,,;0, is a solid alcohol found in oil of 
patchouli. It is a ci'ystalline body having the following characters:— 

Mellmg-poiiit. 5C' 

Specific rotation.- 118° (in fused state) 

„ ..- 97“ 42' (iu chloroform) 

On dehydration it yields patchoulene, a sesquiterpene which has not 
been investigated. 

CuBKB Camphok. 

Cubeb camphor, Cj^.H^i.O, is a sesquiterpene alcohol which is found in 
lil of cubebs, especially in old samples of the oil. It is laevorotatorj, 
melts at 68“ to 70°, and boils at 248° with decomposition. Nothing is 
known of its constitution. 


Matico Camphok. 

This sesquiterpene alcohol is found in old samples of Matico leaf oil. 
[t is a crystalline body, of the formula, C^ 5 H 2 llO, melting at 94°, and of 
ipeci6c rotation - 28-73“, in chloroform solution. 

Gonostylol. 

This body, Ci,r,H2,.0, exists in the oil of GonystUm Miquelianm. It 
has the following characters ;— 

' Se^)orl^ April, 1904, 62. 


^UerlchU, 46 (191-3), 2030. 
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Melting point . . .. 82° 

Boiling-point at 17 mm.164° to 166° 

Specific rotation.!- 80° (in alcohol) 

On dehydration it yields the sesquiterpene, gonostyiene. 

Bktulol. 

Betulol is a sesquiterpene alcohol of the formula CisH^jO, found in 
oil of birch l)uds. It can be isolated as a hydrogen phthalate, by wanning 
a solution of betulol in benzene, with phthalic anhydride. It has, ac- 
conling to Soden and Elze, the following characters :— 


lioiling-pomt at 74fl min. 284° to 288° 

„ „ „ 4 mm.138° 140° 

Specific gravity.0‘978 

Optical rotation.- 35“ 

Kefraetive index.1 '50179 


It foi'ins an acetic ester boiling at 142° to 144" at 4 mm. pressure, of 
s])ecific gravity 0-986. 

This alcoliol has, however, been quite recently reinvestigated by 
Sernmler, .lonas, and Itichtei'.’ They consider that it is a bicyclic sesqui¬ 
terpene alcohol whose characters are as follows:— 

Boiling-point.157° to 158" at 13 mm. 

Siiecific gravity at 16 '. 0'9777 

Itefraetive index at 16". 1*51.50 

Optical rotation. - 20'5" 

By the action of phosjihorus peiitachlorido it yields betulyl chloride, 
a partial molecular rearrangement having apparently taken place, since, 
on hydrolysis, it yields a tricyclic betulol which is of particular interest 
in that it is the first tricyclic sesquiterpene alcohol of a crystalline char¬ 
acter to be discovei'ed. Its charactei's ai'e as follows :— 

Melting-point. 147" to 148° 

Boiling-point ....... 160° to 166° at 13 mm. 


Atuactylou. 


.\traotylol, 0 |.r,H 2 ,iO, is a sesqifiterpeue alcohol which forms the 
principal constituent of the oil of Atfoctylis oratu. It is a tertiary tri¬ 
cyclic alcohol, having the following characters:— 

yiclting-poiut 
Boiling-point 

„ „ at 15 mm. 

Optical rotation . 

Kefraetive index 


290° to 292° 
■ 162" 

+ 0 ° 
1-5103 


Capakkapiol. 


Caparrapiol, C,f,H 2 iiO, is a sesquiterpene alcohol found in the oil of 
Nevktndm Caparrapi. It has the following characters:— 


Boiling-point 
Specific gravity . 
Optical rotation . 
Kefraetive index . 


260° at 757 mm. 
0-9146 
- 18° 68' 
1-4843 


' Berichle, 61 (1918), 417, 
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Galipol. 

Galipol is a sesquiterpene alcohol of the formula 0jjHj„O, found in 
oil of Angostura. It has the following characters:— 


Specific gravity at 20°.0-927 

Boiling-point. 260° to 270° 


It is a very unstable compound. 


Maali Sesquiterpene Alcohol. 

There exists in the essential oil of Maali resin a sesquiterpene 
alcohol, CjjHj^O, corresponding with the sesquiterpene which has al¬ 
ready been described. It has the following characters:— 

Melting-point.105° 

Boiling-point. 260° 

Specific rotation.-f 18° 33' 


Opoponax Sesquiterpene Alcohol. 

A sesquiterpene aleohdl, has been extracted by means of 

pbthalic anhydride from oil of opoponax resin. It distils at 135° to 
137° in vacuo (2 mm.), and yields a crystalline phenylurethane. But 
as, in spite of repeated crystallisations, it could not be obtained of con¬ 
stant melting-point, it is probable that the substance is a mixture of two 
or more alcohols. 


4. ESTERS. 

It will now be convenient to pass on to that very important group 
of compounds, the esters.* An ester is a combination of an alcohol with 
an acid, the combination being associated with the elimination of water. 
For example, ordinary ethyl alcohol combines with acetic acid to form 
the ester, ethyl acetate, according to the following equation:— 

C,H,OH + HOOC.OHj, = CjH.OOO.CHj + H,0 
Alcohol. Acetic Acid. Ethyl Acetate. Water. 

The esters play a most important part in the economy of plant life, 
and are highly important constituents of numerous essential oils. In¬ 
deed, in many cases they are the dominating constituent, and the oil 
may be said to owe its perfume value largely, or in some cases almost 
entirely, to the esters it contains. 

In dealing with natural perfumes it must be remembered that when 
one speaks of, for example, lavender oil containing 35 per cent, of linaiyl 
acetate, or geranium oil containing 30 per cent, of geranyl tiglate, these 
are merely convenient forms of expression, and give a conventional 
method of expressing the ester value. For the esters are really merely 
calculated from analytical results to a given formula; whereas, in fact, 
in nearly every essential oil containing esters there is a predominating 
ester associated with several others in smaller quantities which are im¬ 
possible to separate, and are all expressed in terms of the predominating 
ester. The recognition of these subsidiary esters is of the highest im- 

* The section on the esters, is, in the main, reproduced from a monograph by the 
author in the Perfiamri/ and Emmtial OH Record, July, 1913. 
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portance, since it enables the scientist to prepare the various synthetic 
esters and blend them in minute quantities so as to give a long scale of 
modified odours. Indeed, the synthetic esters form one of the most 
important portions of the price list of the synthetic perfume manu¬ 
facturer. The following are the general methods for the artificial pre¬ 
paration of esters:— 

1. By the interaction of the alcohols and acids at an elevated 
temperature; the reaction is assisted by the use of some catalytic agent, 
or one which absorbs the water formed, such as dry sodium acetate. 
The reaction is rarely complete, however, and may be rendered more 
nearly quantitative by using the acid anhydride in place of the acid 
itself. The reaction is;— 

2E . OH -f = 2R. 0 . OCR + H^O, when R is an alkyl radicle. 

2. By the interaction of the silver salt of the acid with the halogen 
derivatives of the alcohol, when the reaction is as follows:— 

AgNO,, + C^HjI = CjHjNOa + Agl. 

3. By acting on the alcohols with acid chlorides, as, for example:— 

CjHjOlI + C.HjCOCl = C 2 H 5 OOC. C„H,, + HCl. 

To decide whether an ester is present in a mixture of compounds, 
such as a compound synthetic perfume, is a matter of no great difficulty. 
A weighed quantity, from 2 to 5 grams, according to the probable amount 
of ester present, is dissolved in a very small quantity of alcohol and a 
few drops of phenolphthalein solution added. An alcoholic solution of 
caustic potash is added drop by drop from a burette until all free acid is 
neutralised, as indicated by the liquid assuming an intense red colour. 
A measured quantity of the alcoholic potash solution is then run into the 
flask, 25 c.c. of semi-normal alkali usually being sufficient, and an exactly 
equal volume run into another flask. The contents of the two flasks 
are then boiled for an hour under a reflux condenser, and after an hour 
arc cooled and the amounts of alkali present determined by means of 
semi-normal acid. If the amount of alkali left in the flask containing 
the sample is less than that in the “ blank ” flask, the difference has 
been absorbed in saponifying the esters present, breaking them down 
into the respective alcohols and acids. So that this consumed alkali is 
a measure of the amount of esters present. If an investigation into the 
nature of the esters present is necessary, it must be remembered that 
after the saponification the alcohol resulting is almost invariably an in¬ 
soluble oil, so that by diluting the reaction mass with water the resulting 
alcohol, together with the other compounds of the sample, will float as 
an oily layer on the surface of the liquid, and this' oily layer must be in¬ 
vestigated in the usual manner. The acid, however, formed by the 
decomposition of the ester is usually soluble in the aqueous liquid, which 
can be separated from the oil, and the acid distilled off if volatile, or 
precipitated as a silver salt if non-volatile. 

Some oils consist almost entirely of esters; for example, those of 
GauUheria procumbmm and Betiilalmta contain about 99 per cent, of 
methyl salicylate. Bergamot and lavender owe the greater part of their 
perfume value to esters of linalol, of which'the acetate predominates. 
Geranium oil owes its fragrance chiefly to geranyl esters, of which the 
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tiglate is the chief. On the other hand, oils such as spike lavender, 
santalwood, lemon-grass, and citronella contain but small quantities of 
esters, and owe their perfume value to entirely different types of com¬ 
pounds. 


Estkks ok Mkthvl Auoohoi,. 


Methyl alcohol, CHjOH, is the lowest member of the paraffin 
alcohols, and although it occurs to a small extent in the free state in a 
few essential oils it is not a perfume material at all, and, being very 
soluble in water, is entirely washed out of the oil by the distillation 
waters. There are, however, a number of highly odorous esters of 
methyl alcohol which are indispensable in synthetic perfunierv. These 
are as follows;— 

Fattij Acid l‘]slrrsof Mellii/1 Aic.ohol .—The following esters of methyl 
alcohol are commercial products, and all have fruity odjurs, and are 
very suitable for blending with flower oils to impart distinctive secondary 
odours to them. They are, generally speaking, very expensive, some 
of them costing as much as £12 per lb., but, as only minute quantities 
are used, the actual coat is not very material. They may be identified 
by the melting-point of the tatty acid jielded on saponification :— 


Mi'ltii4{-])oiiit III 
Kiitty Atiifls. 

Methyl t apriuato, CH,(CH.,)^C() 3 Cn.,.31‘'to32" 

„ caprylato, 0H,(Cl£i)„CO2CHj.10“ „ 17“ 

' „ ficploate, (’TL(Cn,) 5 C().jCH 3 .- 10“ 

„ laurinate, CHjfOHjiinCOjCH;,.d3“ to 44“ 

„ iionylato, CH 5 (Cn.J;CO;,CITj.12" „ 13' 


Melhi/l .'laMd/e.—Methyl alcohol forms an ester with anisic acid, 
having the formula 0|.H4(0CH3)(C00CIl3). It is a crystalline body 
with a fine chervil odour, 

Afethyl Anlhravdale .—This ester is one of extreme importance, and 
to it is largely due the possibility of manufacturing artificial neroli oils. 
It was discovered as a constituent of neroli oil in 1895 by Walbaum, 
and has since been identified in numerous other flower oils, such as 
tuberose, ylang-ylaug, jasmin, and gardenia. Its value in synthetic jier- 
fumery is therefore obvious. Its constitution is that of a methyl ester 
of ortho-amido-benzoic acid, of the formula here shown :- ■ 


CH 

HC/'^CH 

HC'[ Jc. NH 3 
C . (100 . CH 3 

It is prepared artificially in various ways, most of which depend on the 
preliminary synthesis of the acid, which is then converted into its methyl 
ester, Anthranilic acid is prepared by the reduction of orfko-nitro-benzoic 
acid, with tin and hydrochloric acid : or from phthalimide by treatment 
with bromine and caustic potash. The ester is prepared directly from is- 
atoic acid (anthranil-carbonio acid), C„H 4 (C 0 )(NC 02 H), by treatment with 
methji alcohol and hydrooljloric acid. Methyl anthranilate is a crystal¬ 
line substance melting at 24° to 25°, whose solutions have a beautifu4 
blue-violet fluorescence, which is apparent in all oils containing it. It 
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boils at 132° at 14 mm., and has a specific gravity 1‘168. It possesses a 
powerful odour similar to that of oil of neroli and similar flower oils. 
Its identification is easy, since on saponification it yields anthranilic acid, 
melting at 144“ to 145°. It also yields a picrate, melting at 104°. It 
can be estimated quantitatively by the method proposed by Hesse and 
Zeitsehel. About 25 to 30 grams of the sample are dissolved in two to 
three times its volume of dry ether. It is cooled in a freezing mixture, 
and then a mixture of 1 volume of sulphuric acid and 5 volumes of 
ether are added slowly, drop by drop, until no further precipitation 
takes place. The whole of the methyl anthranilate is thus precipitated 
as sulphate. This is collected and washed with ether and weighed, or 
it may bo titrated with semi-normal potash solution. Ity) be the weight 
of oil (iiuployed and n the number of c.c. of semi-normal alkali used, then 

the percentage of methyl anthranilate is - ^ 

Melliiil Iknzoale ,.—This highly odorous ester has the composition 
('HjOOC . ('v.tL,. It is present in the oils of ylang-ylang, tuberose, and 
cloves, etc., and is also known in commerce tis Niobe oil. It is a colour¬ 
less, optically inactive liquid of fragrant odour, and is a necessary con- 
stitu(!nt of odours of the ylang-ylang type. It is a favourite ingredient 
in the perfume known as Peau d’Espagne, and blends well with santal, 
musk, geranium, or rose. It can be prepared by passing a current of 
dry hydrochloric acid gas into a solution of benzoic acid in methyl 
alcohol. The mixture is heated to 100“ for several houi-s, and the re¬ 
sulting ester then precipitated with water. Pure methyl benzoate has 
the following characters: It boils at 199° at 760 mm., has a specific 
gravity 1'1026, and refractive index 1'5170. It should be free from 
chlorine, which may be tested for in the manner described under 
benzaldchyde. Methyl benzoate may lx; characterised by its forming a 
crystalline compound with phosphoric acid, which the benzoic esters of 
homologous alcohols do not. 

Methyl Cinumuite .—This ester, which occurs in various balsamic 
products, has the constitution f3|,H,,. CH : Cli . COOUHj. It is an oily 
body with a penetrating fniity odoui', and is of great value in the pre- 
jraration of perfumes for such articles as toilet vinegars, smelling salts, 
etc, It can be prepared by the condensation of methyl alcohol anti 
cinnamic acid by iiuiaus of dry hydrochloric acid in the same way as 
methyl benzoate. It forms a low melting crystalline mass having the 
following characters:— 


Spaeific gravity 
Kefractive index 
Melting-point . 
Boiling-^int . 

II II 


1'0G63 at 40“ 
1-56816 „ .65“ 
34“U»36“ 

256 at 745 mm. 

262“ to 265“ at 760 mm. 


Methyl Malomle .—This ester is an artificially prepared body, having 
a fruity odour, somewhat similar to the above-described esters of the 
fatty acids. It has the formula CHj(C02CH,)2, and boils at 181". It 
may be prepared by treating potassium cyan-acetate with methyl alcohol 
and hydrochloric acid. On saponification with alcoholic potash it yields 
malonic acid, which melts at 132°, and serves well for the identification 
of the ester. 
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Methyl Methyl-anthranilate.—Thm ester is quite similar in all its 
characters to methyl anthranilate. It has the constitution— 

C,;H,(NH. CH3)(C0 . OCH 3 ), 

that is, one of the hydrogen atoms in the araido group of the anthranilic 
acid has been substituted by a methyl group. Its odour and fluorescence 
are quite similar to those of methyl anthi-anilate, and its estimation may 
be effected in the manner described for that ester. Its identification is 
easy, as it yields methyl-anthranilic acid, melting at 179" on saponifica¬ 
tion. The ester melts at 18‘5“ to 19'5", boils at 130° to 131° at 13 mm., 
is optically inactive, and has a specific gravity 1'1238 at 20°, and a re¬ 
fractive index 1'67963. 

Methyl Phenyl-acetate. — Phenyl-acetic acid can be prepared by 
chlorinating toluene, thus converting it into benzyl chloride, which 
is then converted into benzyl cyanide, which, on digestion with sul¬ 
phuric acid, yields phenyl-acetic acid or a-toluic acid. This is con¬ 
densed with methyl alcohol, forming the methyl ester of the formula 
CiiHj. CBij. COOCH 3 . It has a powerful “honey” odour, and is very 
useful in scent bases of this.type. 

Methyl Phenyl-proptonate. —Phenyl-propionic acid, also known as 
hydrooinnamic acid, forms a methyl ester of the formula 

C„H5.GH2.CH3C00.CH3. 

The acid is obtained by the reduction of cinnamic acid by means of 
sodium amalgam. The acid is then esterified by the condensing action 
of a mineral acid in methyl alcohol solution. The ester is an oil of verj' 
sweet odour, and is very useful for flower bouquets. 

Methyl Salicylate.- -This ester is practically identical with oil of winter- 
green or oil of sweet birch, both of which contain about 99 per cent, of 
the ester. It is also present in numerous other plants, and its artificial 
production is carried out on a very large scale. The artificial ester is 
quite suitable for replacing the natural oil, and is used to a very large 
extent for flavouring tooth powders, pastes, and washes, being exceed¬ 
ingly popular in America. The ester has the constitution 


C„H,(0H)(C00CH3). 

The best method for producing it artificially is to condense salicylic 
acid and methyl alcohol by means of sulphuric acid. It is a colourless 
oil, optically inactive, and possessing an intense wintergreen odour. It 
has the following characters ;— 


Specific gravity at 0° . 

.16'- . 

Boiling-point 
Melting-point . 

Itefraotive index at 20° 

Solubility . . . . 1 in 0 


1-1969 

1-1819 

224° 

- 8“ to - 9° 

1-5375 

8 volumes of 70 per cent, aioobol 


Ehters of Ethyl Alcohol. 

Ethyl Acetate. —This ester does not play a very important rOle in 
synthetic perfumery, but its intensely fruity odour, together with the 
fact that it is found naturally in the perfume of the magnolia gives it 
certain possibilities, if used 'in very minute quantities. It is an oil of 
the formula CH 3 COO. CjHj. It boils at 76°, and has a specific gravity 
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O'DOB. It is easily soluble in the usual organic solvents, and fairly 
soluble in water. 

Ethyl Anisate. —Very similar to the methyl ester of anisic acid is its 
ethyl ester. This is a crystalline compound of the formula 

CeH,(OCH,)(COOCA) 

with a line odour of chervil. 

Ethyl Anthranilate. —This ester, of the formula 

C„H^. (NH2)(C00C2H,,), 

is a liquid boiling at 260°. It can be prepared by the action of hydro- 
shloric acid and ethyl alcohol on isatoic acid. It has the characteristic 
aeroli odour possessed by the methyl ester, but is both sweeter and 
softer in perfume, and does not discolour so readily as the methyl ester. 

Ethyl Benzoate. —This ester has not been found, so far, to occur 
naturally in essential oils. It has, however, been prepared by synthetic 
processes, for example, by condensing ethyl alcohol with benzoic acid 
by means of dry hydrochloric acid gas. Its odour is very similar to 
that of methyl benzoate (q.v.), but not quite strong. It is an oil of 
3p(!cilic gravity 1'0610, refractive index 1'5055, and boiling-point 213° 
at 745 mm. It is soluble in two volumes of 70 per cent, alcohol. 

Ethyl Butyrate. —The butyric ester of ethyl alcohol has the formula 

(;h,(gHj),coo . C,H,, 

It is a liquid Iwiliug at 121°, and has a very fruity odour, very similar 
to that of the pine apple. 

Ethyl Valeriamte. —This ester, . CjHjOj, is an oil with a pine- 

ap})le odour. Its specific gravity is 0‘894, and boiling-point alrout 133°. 

Ethyl Caprylate. —This ester is an oil reminding one of the secondary 
products of fermentation. It boils with decomposition at 275° to 290°, 
and has the formula CH,(CH 2 )gCOOC 2 Hr,. 

Ethyl Cinnamale. —The cinnamic eater of ethyl alcohol is a natural 
constituent of a few essential oils, including camphor oil and storax. It 
is formed synthetically by condensing cinnamic acid and ethyl alcohol 
by dry hydrochloric acid gas. It has a soft and sweet odour, and is 
particularly suitable for blending in soap perfumes. It is an oil at 
ordinary temperatures melting at 12°, and boiling at 271°. Its specific 
gravity is 1'0546, and its refractive index 1'5590. 

Ethyl Heptoate. —This ester, which has the formula 

CH3(CHj)sCOO.C,H„ 

is also known as “ mnanthylic ether," and is of a fragrant odour, re¬ 
calling that of the secondary constituents of brandy. It is used and 
sold as an artificial oil of cognac. It is an oil boiling at 187° to 188°. 

Ethyl Lanrinate. —The laurinic ester of ethyl alcohol has also, quite 
recently, come into vogue in synthetic perfumery. It is an oil of 
peculiar fruity odour, intensely strong, having the constitution 

CH3(CHj),„COOCjHj. 

It boils at 269°. 

Ethyl Malomte. —Ethyl malonate is not a member of the paraffinoid 
acid esters, but is sufficiently nearly related to this series to be included 
here as a matter of convenience. It is of considerable value in modify¬ 
ing flower odours, having a more or less characteristic apple odour, but 
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of a much sweeter type than the valerianic eater perfume. It is an oil 
of specific gravity 1'0G8, and hoils at 198°. 

Ethyl Myrktimte. —This is the highest ester of the series that is of 
any practical value in perfumery. It is an intensely odorous oil, melt¬ 
ing at 10" to 11° and boiling at 295°. Its constitution is 

GH,((;H2),,C00C,H,,. 

Ethyl Nimykile .—This ester has, during the past year or two, been 
recognised as having a most useful odour for modifying flower bouquets. 

It is a fruity oil boiling at 227° to 228°, and having the oonstitutiou 

(;H3(ClI,j);COOCaH.. 

Elhyl -This ester is a fruity oil boiling at 207° to 208°, It 

has the formula ('H 5 (C . H.)|,(!00(yi,,. 

Ethyl Phenyl-acetate. —This ester has the formula 

C,,H,. 011^. GOOGaH.. 

It is very similar in odour and use to methyl phenyl-acetate. 

Ethyl Salicylate. —The .ethyl ester of salicylic acid resembles the 
lower homologue, methyl salicylate, in its general characters and per¬ 
fume value. It is an oil of specific gravity l']372, refractive inde-v 
1'523H8, and optically inactive. It boils at 234'. It solidifies at low 
temperatures, and melts at H- 1'3 . 

Esteiis of Amyl Alcohol. 

Amyl Acetate. —This is the simplest possible ester of amyl alcohol, 
and has the formula GH.,. (100 . G(,H,i. It is a fruity oil, with a strong 
odour resembling that of the pear, and is known as artificial oil of pear. 
It is prepared on a very large scale by, for example, treating 100 parts 
of dry sodium acetate, 100 parts of amyl alcohol, and 130 parts of 
sulphuric acid for twelve hours at ordinary temperature, and then dis¬ 
tilling off the ester. It has a specific gravity 0‘876, and boils at 138°. 
The alcohol in this ester is not normal amyl alcohol, but isoamyl 
alcohol. 

Amyl Valerianate. —This ester is an oil of strong apple odoui', and is 
used for the preparation of cider essence. Its formula is Gf.Hjj. (.(.lIjiO^. 

Antyl Benzoate. —This ester has the formula Gr.H,,. (OjGj^GijH.,). It 
is one of the best fixatives known, and has a slight but distinct amber 
odour. It is prepared by condensing amyl alcohol and benxoio acid 
with dry hydrochloric acid gas. 

Amyl Heptylate. —^This ester is one of the newest synthetic odours, 
and is also ,ont of the very expensive ones. It has the formula 
GHiGHn);,GOOGf,H„, and is an oil of powerful fruity odour. It can 
be identified by saponifying it and examining the resulting fatty acid, 
which should melt at - 10° and boil at 223°. 

Amyl Salicylate. —All the perfumes of the orchid type, and many of 
the Trfefle variety, have amyl salicylate as one of their most important 
bases. The ester is known under the names orchidde, trdfle or trefoil, 
and artificial orchid essence. . It is used to a considerable extent in 
artificial perfumery. It is,a colourless liquid of the formula 

G„H..(0,G)(OH)(G,,H,), 
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boiling at 276'’ to 277“ at 760 mm., or at 151“ to 162“ at 15 mm. Its 
specibc gravity is about 1‘052, and its refractive index is almut 1'5055. 
It is dextro-rotatory, about + 2“. It is easily identibed as on saponibca- 
tion it yields the characteristic odour of amyl alcohol and salicylic acid, 
which can easily be identified by the usual reactions and by its melting- 
point. 


EsTKUS ok HlCiHEK EaTTY ATiCOHOLS. 

Heptoalc .—This is one of the most recent introductions to 
synthetic jierfumery and one of the most expensive. It has the formula 
(Tlj(CIl^)f,OOC . (CH.j),,Cll 3 . It has a fine, powerful, fruity odour. 

Hexi/l .Icrtofr.- Hexyl acetate, ( 1113 ( 0112 ) 5000 . CH.„ is an ester 
found naturally in the oil of Herartfiim (jiijanlemu. It has a fruity 
odour, and boils at 169° to 170". Its specific gravity is 0'890 at 10°. 

Ilejiyl Hidyrate. —This ester is also a powerful fruit oil, and boils 
at 205°. 

Oelij} Aceiaic- This ester has the formula . 000 . OH 3 . 

Il is aii od boiling at 207", and has a distinct orange odour. Its specibc 
gravity is 0'885. 

(Myl BiUyrak. —This occurs naturally in a few essential oils. It is 
an oil boiling at 244", and having a strong, fruity odour. Its formula 
is 0 Il 3 ( 0 H 2 );OO. 0 . ( 01 L) 2 , 0 H,. 

(kiyi lleptylale. —This is the highest ester of the series that is found 
to be useful as a perfume. It has the formula 

OII.,(CH2).000(OH2);,OH.,. 


The Oekanvl Esteus. 

The esters belonging to the geraniol series of alcohols are absolutely 
indispensable to the manufacture of artibcial perfumes. When il is 
remembered that these esters are present in such oils as bergamot, rose, 
geranium, lavender, petit-grain, neroli, and numerous other sweet¬ 
smelling essential oils, it will readily be seen how useful they are in 
building up similar perfumes artificially. 

Gei'anyl Formale .—The lowest of the fatty acids, formic acid, forms 
an ester with geraniol, having the constitution Cj,,!!]-. OOC. Hj. It 
has not, we believe, been found in nature, but it is manufactured by 
allowing anhydrous formic acid to react with geraniol in the presence 
of a little mineral acid to act as a condensing agent. It is an ester of 
a sweet rose-geranium type, boiling at 113° to 114° at 15 mm. It is 
not possible to manufacture it quite pure on a commercial scale, and 
the best samples to be met with contain about 92 per cent, of true ester. 
Such samples have a specibc gravity between 0'924 and 0‘926 at 15°, 
are optically active, have a refractive index 1'4640 to 1‘4660, and are 
soluble in 10 volumes of 70 per cent, alcohol. To decide on the quality 
of a given sample, these characters should be determined and a saponibca- 
tion performed quantitatively. At least 90 per cent, of geranyl formate 
should be indicated. The geraniol obtained in the saponibcation process 
should be separated, washed with water, an4 examined. It should have 
the general characters given under the alcohol geraniol above. 

Gei'anyl Acetate .—The acetic ester of geraniol having the formula 
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. OOC . CHj is probably the most largely employed of the series. 
It is found naturally in palmarosa oil, lemon-grass oil, sassafras leaf oil, 
geranium oil, petit-grain oil, neroli oil, coriander oil, lavender oil, and 
numerous others. It is best prepared artificially by the action of acetic 
anhydride on geraniol in the presence of anhydrous sodium acetate, 
■which assists the reaction materially. Geranyl acetate has an exceed¬ 
ingly sweet odour of great fragrance. Its delicate and distinctive 
perfume makes it invaluable for the preparation of the various rose 
odours, and it is also very useful in the perfumes of the ylang-ylang 
and orange flower type. In its pure state it has the following char¬ 
acters :— 

Specific gravity.O-'JSSS at 0", or at 15“ 

Boiling-point at U‘5 mm. . . . 130'” to 1,S0'5“ 

.. „ „ 760 „ ... 242“ „ 245" 

Befractive index. 1 '4028 at 15“ 

In the manufacture of geranyl acetate on a commercial scale it would 
not pay to make it absolutely pure, so that samples as met with in the' 
ordinary way are not quite pure geranyl acetate. The acetylisation 
process, by which esters are made, is not always a quantitative one, 
and in some cases it is impossible to acetylate an alcohol to its full 
theoretical extent. Commercial samples, however, contain 95 per cent, 
or more of true ester, and should have the following characters :— 

Specific gravity at 15".0'910 to 0’918 

Optical activity. 0“ 

Befractive index.1‘4617 to 1-4662 

it should be soluble in 7 to 10 volumes of 70 per cent, alcohol; it should 
contain at least 95 p-'r cent, of true ester. 

Geranyl Butyrate. —This ester of the formula CjuH,-. O0C(CH2)jiCH3 
is an oil having a fine rose odour, distinct from the esters of the lower 
fatty acids, and is largely employed in perfuming soaps, and in com¬ 
pounding artificial otto of rose. It can be prepared by heating geraniol 
with butyry'l chloride in the presence of anhydrous pyridine, and is an 
oil boiling at 142° to 143° at 13 mm. pressure. 

Geranyl Isobutyrate. —This ester is isomeric with the last described, 
and is quite similar in character, but with a slightly different odour. 
Its formula is C,„Hj 7 . OOC(GH)(OH 3 ).j, and it is an oil which boils at 
135° to 137° at 13 mm. pressure. 

Geranyl Isovalerianate. —^This ester has the constitution 

C,„H,. 03 C(CH 3 )(CH)(CIl 3 ) 3 . 

Its odour is still further modified by the presence of the five carbon acid 
radicle, and judicious blending of the various geranyl esters is capable 
of giving numerous characteristic bouquets to the various rose odours. 
This ester boils at 136° to 138° at 10 mm. pressure. 

Linalyl Esters. 

Linalyl Acetate. —Linalyl acetate is an ester of extreme value in the 
reproduction of bergamot and lavender odours, since the .natural ester 
is the characteristic odour bearer of the former, and to a large extent of 
the latter. It also occurs jn ylang-ylang oil, petit-grain oil, neroli oil, 
jasmin oil. gardenia oil, and many others. As the alcohol linalol is very- 
susceptible to alteration under the influence of heat or chemicals, it is 
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not practicable to prepare anything like pure linalyl acetate by the usual 
process of acetylation. Tiemann has prepared it in a pure condition by 
the interaction of linalol sodium and acetic anhydride. Linalyl acetate 
is a colourless oil, with a very characteristic odour of bergamot, and is 
optically active in the same sense as the linalol from which it has teen 
prepared. It has the formula Cj^ijOOC . CH,, and when pure boils 
at 96'5° to 97° at a pressure of 10 mm., or 115° to 116° at 25 mm. 
pressure. At atmospheric pressure it boils at about 220° with decom¬ 
position. Its specific gravity is 0'913 and optical rotation about + 6° or 
- 6°. The pure preparation yielding these figures contained 97-6 per 
cent, of true linalyl acetate. Commercial specimens of the best make 
have the following characters ;— 

Specific gravity. 0-902 to 0-912 

Refractive index at 20". 1-iiOO „ 1-4550 

Ester value.88 to 96 per cent. 

This ester is indispensable in the reproduction of numerous flower oils 
in iiddition, of course, to artificial bergamot oil. 

Limiljil Formate. —The formic acid ester of linalol, CigHj-OOCH^, has 
a distinctive odour somewhat resembling that of the acetate. It is an 
oil boiling at 189° to 192°, and is prepared by treating linalol with formic 
acid, but the reaction is not complete and commercial samples are never 
pure esters. 

Linalyl Propionate. —This ester is also produced by condensing the 
free alcohol and the free acid by means of sulphuric acid. It has a 
somewhat fruity odour recalling that of bergamot, and is especially suit¬ 
able for perfumes of the lily of the valley type. It is a colourless oil, 
boiling at 115° at 10 mm. pressure. 

Linalyl Butyrate.—Hhe butyric ester of linalol has the formula, 
CiiiHjjOOC . CHj. CHjCHj, It resembles geranyl butyrate in odour, 
but is somewhat heavier. It is most useful for imparting fruity odoui-s 
to flower perfumes. It is prepared by condensing the alcoW and the 
acid by means of sulphuric acid. 

Linalyl Cinmmate. —Cinnamic acid forms an ester with linalol of the 
formula C]„Hjj. OOC . CH : CH . C^Hj. It has a powerful fruity odour 
and is very suitable for perfuming powders. It is prepared by allowing 
formic acid to stand with citronellol for several days. The pure ester 
boils at 97“ to 100° at 10 mm. pressure. The best commercial varieties, 
contain from 88 to 93 per cent, of true citronellyl formate, and have the 
followin g characters:— 

Specific gravity. 0-909 to 0-912 

Optical rotation.about - 1“ 

Refractive index. 1-4500 to 1-4616 

It is soluble in 2-5 volumes of 80 per cent, alcohol; ester value 88 to 
93 per cent. 

Bsnzyl Estehs, 

Benzyl Acetate —This ester is a constituent of the oils of jasmin, 
ylang-ylang, and similar flower oils. It has not a very intense odour, 
but is essential to the successful production of such perfumes as artificial 
jasmin. It has the formula C^Hj. CH, . 0. OCCHj. It is a colourless 
oil, boiling at 206° at ordinary pressure, and has a specific gravity 
1-0570 at 16°, and a refractive index 1-5034. The propionic ester has. 
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the formula Ci.Hr.CHjOOCCHjCH,, and closely resembles the acetate 
in odour. 

liemyl Jkmuah .—This ester is a constituent of l)alaam of Peru, and 
also occurs m tuberose and ylang-ylang oils. It is prepared on a very 
large scale, as it has the extra virtue of being one of the best fixers of 
odours, and a remarkably good solvent for artificial musk, so that it 
serves a triple purpose of imparting its own delicate odour to the blend, 
of acting as a vehicle for the otherwise poorly soluble musk, and acting 
as a good fixer. A method of preparing it in an almost pure condition 
is to dissolve sodium in benzyl alcohol and then add benzoic aldehyd(“, 
and then heat for a day in a water-bath. The mixture is thrsn acidified 
with acetic acid and the benzyl benzoate precipitated with water. It 
forms a colourless oil, which, when free from chlorine, does not darken, 
having a slight, but sweet, odoui-. It is, when absolutely pure, a solid, 
molting at 21°, and boiling at 323° to 324°, and having a retractive index 
1’5()81 at 21°, and a specific gravity ]‘1224. The best commercial 
samples are liquid at the ordinary temperature, and have the following 
characters:— 

Specific gravity.1*1200 ti> I’lliiiO 

Boiling-point a 760.about 310° to 320° 

BcCractive index.1*567 to 1*6685 

If cooled to a very low temperature crystallisation will take place, 
and the ester then melts at 20° to 21°. 

Benzyl Cinmmate .—The cinnamic acid ester of benzyl alcohol is a 
natural constituent of storax, tolu,and Peru balsams. It is a crystalline 
substance with a characteristic sweet balsamic odour. It may be 
prepared by heating sodium cinnamate, alcohol, and benzyl chloride 
together under a reflux condenser. It is a useful ester where a sweet 
balsamic odour is required to be introduced into a perfume, especially 
of the heavy type. It forms white, glistening prisms, which melt at 39°, 
and decompose when heated to 350°. The best commercial specimens 
have the following characters:— 

Melting-point.Hf" to 38'5' 

Boiling-point at 5 mm.195" „ 200° 

or under atmospheric pressure at 335° to 340° with decomposition; 
ester value, 96° to 98° per cent.; it is soluble in 1 volume of 95 per cent, 
alcohol. 


Bounyl Estkus. 

Bornyl Fornuile .—^This ester occurs naturally. It can be prepared 
synthetically by the action of anhydrous formic acid on horneol in the 
presence of a small amount of a mineral acid. It has a fragrant odour, 
and is useful in blending with borneol itself. Its optical rotation 
depends on that of the borneol from which it has been prepared. 
Dextro-rotatory bornyl formate has, in the purest state in which it has 
been prepared, the following characters ;• - 

Boiling-pomt.. 226° to 230° 

. „ „ at 15 mm. pressure.98° „ 99° 

Specific gravity.I'OITO 

Optical rotation.-f 48° 45' 

Befraotive .index. 1-47078 
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The purest laevo-bornyl formate examined had a specific gravity 
I'Olfi, optical rotation - 48° 5fi', refractive index 1'4712], and boiling- 
j)oint 97° at 15 mm. pressure. The ester has the constitution 
(!,„Hj..OOGH. 

Jhrni/l AeeMe .—The acetic acid ester is the most important of the 
series. It is a constituent of pine-needle and rosemary oils, and has a 
most fragrant and refreshing odour. It is prepared artificially by the 
action of acetic anhydride on bornool, in the presence of sodium acetate, 
or by the condensation of borneol with glacial acetic acid in the presence 
of a small amount of a mineral acid. It is absolutely necessary in the 
reproduction of any pine odour. It is a crystalline body, crystallising 
from petroleum ether in rhombic hemihodric crystals melting at 29°. 
The optical activity depends on that of the borneol from which it has 
been pre.pai’ed. It has the following characters:— 

SpecifiR gravity. 0'99l 

Optical rotation.+ nr - about 40° 

Hcfractive index.I'4li50 to l’4(j(i5 

Hoiling-iv)intat 10 jiim. preasnro .... about 98° 
Melting-point.a . 29° 

It is soluble in 9 volumes of 70 per cent, alcohol. The commercial 
prod uct is usually a mixture of dextf o-rotatory and lacvo-rotatory bornyl 
acetate. It should contain not less than 98 per cent, of ester, and 
should have a specific gravity from 0'988 to 0'992 ; and it should melt 
at about 29°. Bornyl acetate has the constitution C||,n|.OOG. CHj. 
It can be kept for a long time in a state of superfusion when it has 
once been liquefied. 

]lorni/l JUitijraU .—The next higher ester of borpeol is the butyrate. 
It is a similar camphoraoeous ester, having the formula 
C,„H„OOC. CH,CH2 CIIc 
and the following characters :— 

Boiling-point at 10 nnn. pressure 
Optic^ rotation .... 

.Specifle gravity .... 

Refractive index 

It usually contains 98 to 99 per cent, of true ester. 

IStrrnyl Imaleriaiiaie ,.—This is the highest ester of borneol met with 
in commerce. It has the composition (',||H,.0()G.CH2.GH:(Gll3).j. 
It occurs naturally in several essential oils, and is prepared artificially 
by esterifying borneol with anhydrous isovalerianic acid. It is a colour¬ 
less oil, boiling at 255° to 2(10°, and has a speciiie gravity ot 0'956. It is 
an ester, like torpinyl acetate, that requires two hours’ saponification, 
and it also requires a large excess of alkali. Good commercial specimens 
have the following characters ;— 

Specific gravity.0’951 to 0-956 

Optical rotation.about - 35° 

Befractive index. 1-4620 to 1-4633 

Boiling-point at 10 nun. pressure .... 128° „ 1.30° 

It has a strong campboraceous odour. 

Tim tiyl Projmmte .—The propionic acid ester of borneol closely 
resembles the acetic ester, but as is, of course, usual in homologous 
series, its odour is slightly different. It has the formula 

G,„Hi700C . GH3GH3, 


120° to 121° 
+ 22 ° 
0-966 
1-46,38 
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and has the following characters:— 


Specific gravity. 0'979 

Optical rotation.+ or - about 26° 

Boiling-point at 10 min. pressure .... 109° to 110° 

Befraciivc index. 1'4C4S5 


It usually contains 95 to 97 per cent, of true ester. 

CiTMONELLYL EsTEKS. 

Citfoiiellyl Formate .—Citronellyl formate, CjgHjj,0. OCH, is an arti¬ 
ficial ester resulting from the action of concentrated formic acetate on 
citronellol. It is an easily decomposed ester, which is, on a commercial 
scale, rarely produced of more than 90 to 93 per cent, strength. Such 
commercial specimens have the following characters:— 

Specific gravity.0’910 to 0'912 

Optical rotation.- 1° to - 1° 30' 

llelractive index. 1-4507 to 1'4615 

Boiling point.about 100° at 10 mm. 

True ester.90 to 93 per cent. 

CitroneUyl Acetate .—The odour of the acetic ester of citronellol 
recalls to some extent that of bergamot. It is a natural constituent of 
geranium oil, and is useful in small amounts for blending with rose and 
geranium odours. It is prepared by the action of acetic anhydride on 
citronellol. When pure it has the following characters:— 

Specific gravity. 0’8928 

Optical rotation.about + 2° 30' to - 2° 30' 

Relraotive index. 1'4456 

Boiling-point at 15 mm. pressure . . 119° to 121° 

The best commercial samples vary in their characters within very 
narrow limits, which should be as follows :— 

Specific gravity. 0-894 to 0-902 

Optical rotation.- 2° „ -e 2“ 

Eelraotive index. 1-4465 „ 1-4490 

The odour of the eater varies slightly, according as it is made trom 
the dextro-rotatory or the laevo-rotatory variety of the alcohol. That 
of the former is rather fuller and deeper in its rose odour than that 
of the latter. Both esters blend excellently with the corresponding^ 
citronellols, and are very useful in preparing synthetic otto of rose- 
The formula of this ester is Ci„HjjOOC. CH^. 

ClNNAMYL EbTBUS. 

Citronettyl Formate .—The esters of the alcohol citronellol are bodies- 
of marked interest in synthetic perfumery, as they usually possess well- 
marked bergamot-rose odours. The formic acid ester has the composi¬ 
tion CjoHigOOCHj, and is prepared by the action of excess of formic 
acid on citronellol, or by adding absolutely anhydrous acid to citronellol. 

Cinnamyl Propionate .—The propionic acid ester has a distinct grape¬ 
like odour, and is very useful for fruit and flower blends. It has the. 
constitution . OH: GH. ClHjOOC. CH,. GHj. 

Cinnamyl Butyrate .—This ester has the formula 

C„H,,. GH: CH. CHjOOC(CHs,)2CH3. 
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It has a characteristic fruity odour, and is most useful for imparting a 
fruity bouquet to a flower perfume, but must be used in small quantities. 

Cinrumyl Cinmmate. —This ester is known as styracin, and is found 
in storax and other balsamic products, aqd possibly also in oil of hya¬ 
cinths. It has the constitution 

C„Hj. CH: CH . GOOGHjCH : CH. CA- 
It has a similar odour to benzyl cinaamate. It forms crystals melting 
at 44”, It yields a characteristic dibromide, melting at 161°, which 
serves to characterise this ester. 

Honwlimlyl Acetate. —This body has the constitution CnIIj.jOOCCH,, 
and is prepaid by the action of homolinalol-sodium on acetyl chloride, 
or by the action of acetic anhydride on homolinalol. It is an oil with 
a marked bergamot odour, similar to that of linalyl acetate, but not 
identical with it. It boils at 111" to 117" at 15 mm. 

Tebpinyl Esteus. 

Terpinyl Ftimuite. -The formic acid ester-of terpineol, CjoHijOGCH, 
occurs naturally in Ceylon cardamom oil. It is prepai’ed artificially by 
the action of formic acid on terpineol, but on a commercial scale is pre¬ 
pared most economically by the action, for a week, of anhydrous formic 
iicid on turpentine oil. It has a fragrant odour, resembling, but superior 
to, that of geranyl formate. It has the following characters:— 

Specific gravity. 0'998 

Bjiliug-point.136° to 138° at 40 mm. 

Specific rotation. + or - 69“ 

Terpinyl Acetate. —The acetic acid ester of terpineol is also a natural 
ester. It has a refreshing odour, and is often described as being a ber¬ 
gamot and lavender substitute. The writer, however, considers this 
description unjustifiable, and that it is really due to the fact that it is so 
often used and recommended as an adulterant for these two essential 
oils. Terpinyl acetate is a colourless oil, of the formula 

Ci„Hi,OOC.CH,. 

and can be prepared in various different ways. If terpineol be heated 
with acetic anhydride and sodium acetate it is largely converted into 
terpinyl acetate, but the yield never exceeds about 84 per cent. It can 
be obtained by heating pinene with excess of acetic acid for sixty-four 
hours. It is either dextro- or laevo-rotatory or inactive. A sample pre¬ 
pared by heating limonene with acetic acid gave the following values:— 

Specific gravity.0’9828 

Optical rotation.rt- 62° 30’ 

Boiling-point at 40 mm. pressure.140° 

The best commercial samples are optically inactive, and have the 
following characters:— 

Specific gravity. 0*966 to 0*966 

Optical rotation.practically nil 

Refractive index . , '. 1*4648 to 1*4660 

Rster content . . . . . . . . 86 to 92 per cent. 

It is soluble in about 5 volumes of 70 per cent, alcohol. This ester has 
the character of being saponified much more slowly than most other 
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esters, so that in any determination in which it is involved it is necessary' 
to saponify the’sample for two hours before it is safe to consider the re¬ 
action complete. This fact also assists in determining whether tei^inyl 
acetate is present as an adulterant in natural essential oils, for if the 
saponification value as determined by thirty minutes’ saponification is 
materially lower than that as determined by a two hours' saponification, 
it may be fairly safely inferred that tei-pinyl acetate or some similar ester 
is present. 

Terpinyl Propiomte. —This ester, which has the formula 
C,„H,,00(!. CHa. CHa, 

is regarded as an excellent lavender substitute—that is, for use in con¬ 
junction with other bodies. Ry many perfumers it is regarded as the 
best lavender odour existing amongst synthetic perfumes. It is a colour¬ 
less oil of sweet and fragrant odour, and is very lasting in its effects. 

Tm'pinyl Cinnavuite. —Cinnamic acid forms an ester with terpineol, 
which has an indescribable odour, but which is exceedingly sweset. It 
is a useful oil to blend with lilac and similar odours. It is a heavy oil 
of the constitution Ci„H]j0OC . CH ; CH . Ci.H,,. 


Phenyl-ethyl Esteus. 

rhenyl-etliyl Acelatc ,—Phenyl-ethyl alcohol yields a series of highly 
aromatic esters. That of acetic acid has the formula 
C„H,,. CjH^ . OOC . CH.,. 

Its odour is usually described as such as to give fine “ leaf ” effects if 
used properly. It is a liquid boiling at 232", of specific gravity 1-038. 

Plienyl-ethyl Propionate. —The propionic ester of phenyl-ethyl alcohol 
has the formula C,.H,,. CjH4. OOC . CHjCHa. It has a pronounced 
rose odour, differing slightly from that of the acetic ester. It is very 
useful in blending rose odours. 

Phenyl-methyl Estkks. 

Phenyl-methyl Acetate. —This is gardeniol, an oil of flowery odour, 
having the formula C„ll,,. CHjOOCHj. It has a specific gravity about 
1 - 020 . 

Phenyl-methyl Butyrate. —This ester -has the formula 
C„Hj. CHjOOC. CH^. CH/IH,. 

It is an oil with a very powerful and lasting odour, of the type of the 
odours of the phenyl-ethyl alcohol ester series. It is useful in May¬ 
flower perfufnes. 


Vakious Esteks. 

Phenyl-propyl Cinnamate. —This ester occurs in storax, and has a 
perfume resembling that balsamic substance. It has the formula 

C,,H5Cnj. CH,CHjOOC . CH: CH. C,,H,, 

It is- a powerful fixative as well as being useful on account of its rich, 
hsavy odour. 

Pirunyl Acetate. —By passing nitious fumes into well-cooled pinene 
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and steam-distilling the- reaction product, an alcohol, pinenol, is obtained. 
It has the formula Oj(|Hj,,OH. It can he acetylated, and the resulting 
acetate has the formula C|,|llif,—-OOCCH-j. It has an odour resembling 
that of lavender oil. It Itoils at 150" at a pressure of 40 mm. 

L’inoghjctjl Acetate .—This ester can be prepared by the direct acetyla¬ 
tion of pinoglycol, C|||H,|iO(OH)2, an alcohol resulting from the oxida¬ 
tion of pinol with permanganate of potassium. It can also be prepared 
from pinol dibromide and acetate of silver. It is an ester with an ex¬ 
cellent fruity odour, of the formula 0(0311302)2, melting at 97° to 
9H°, and boiling at 155" at 20 mm. pressure, or at 127" at 13 ram. 

I'imittihivyl I'riip 'umale. —This ester, of the formula Cji|Hii,0(C3Hf,02)2, 
is a quite similar ester, prepared in a similar manner. It also has a 
fine fruity odour. 

Sli/ridyl Acetate .—Styrolone alcohol, or phenyl-ethyl glycol, is an 
alcohol prepared from styrolene dibromide by the action of caustic 
potash. It can be esterified, and forms an acetic ester of the formula 
0,,H-. C1I(0FI)CH2.000 . OH3. It is an ester with a fine flower odour, 
winch has been des(!rihod as “fragrant and dreamy”. It is generally 
stated by those who have used it that it is indispensable in the prepara¬ 
tion of fine flower bouquets with a jasmin odour. 

Siyrolyl Projiionate.—This body, having the formula 

0„H,,0H(OII)0H.,O00. OH2OH3, 

is very similar to the acetate, and also has a fine flower odour which is 
very lasting and powerful. 

Styndyl ValeriaiMte .—The valerianic ester of styrolol has the formula 
0,JIr,011(011)0112000 . OH2.011(0113)2. It has a most powerful odour 
resembling jasmin and narcissus, and is very useful for the preparation 
of these odours. It is very powerful in odour, and care is required in 
its use, or the effects will be spoiled by a too powerful odour. 

Mknthyjj Bstkiis. 

Menthyl Acetate .—This ester, of the formula OH, . 00.00,|,Hj2, is 
present in oil of peppermint, its odour being characteristic of that oil. 
it can be prepared by heating menthol with acetic anhydride and sodium 
acetate. Its characters are as follows :— 

Boiling-point.227" to 228" 

20 ” 

Specific gravity at 0‘!)2,7 

., „ „ 1,7". 0-9298 

Optical rotation.- 7S" 

Uclroctivc index.1'44C8 

Menthyl Ism'aleriamte .—This ester, having the formula 
O^HjOOO. 0,„II,,„ 

exists naturally in American oil of peppermint. It can be prepared 
artificially by boiling menthol with isovalerianio acid and sodium 
acetate. It is a very stable ester and requires a considerable excess of 
alkali, and at least two hours boiling, for complete saponification. It 
has the following characters:— 

Specific gravity. 0-907 to 0-908 

Optical rotation.- S6° 30’ 

Befrootive index.1-4485 to 1-4480 
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Methyl Methoxybesobcylate and Methyl Methoxysalicylate. 

Two glucosidea have been separated from the sorts of Primula 
officinalis by Goris, Masorfi, and Vischniac,^ which have been termed 
primeverin and primulaverin, and which are both hydrolysed, yielding 
the two constituents of the essential oil. 

Primaverin has the formula C.2„H2„Oi3 and melts at 206°, and on 
hydrolysis yields sugars and the methyl ester of )S-methoxyresorcylic 
acid, of the formula 

C.CO.O.CHj 

H.C^^^'.C.OH 

H.C,^^‘CH 

C. 0. CHj, 

This is the solid constituent of the essential oil, melting at 49°. It 
has been de'cribed by Mutschler as primula camphor. 

Primulaverin, CjnHjgO^,, melts at 163°, and on hydrolysis yields the 
liquid portion of the essential oil, which is the methyl ester of w-meth- 
oxysalicylic acid, of the formula 

O.CO.O.CH, 

n.C'''\c.OH 

CHj.O.Ci^yCH 

tLH 

5. ALDEHYDES. 

A number of the aldehydes, both of the aliphatic and aromatic series, 
are of the highest importance in synthetic perfumei7. The relationship 
existing between alcohols, aldehydes and acids is shown by the following 
example;— 

CHj.CHjOH CHj.OO.H CH 3 CO.OH 
Ethyl alcohol Ethyl aldehyde Acetic acid 

Generally speaking, aldehydes are prepared by the following method, 
inter alia: (1) Oxidation of primary alcohols, (2) by the diy distillation 
of a mixture of the calcium or barium salts of two monobasic fatty acids. 
For the approximate determination of aldehydes, an absorption process 
of shaking with a solution of either neutral or acid sulphite of sodium 
is most generally used. Five or 10 c.c. of the oil to be examined are 
shaken in a flask holding about 150 c.c., with about 100 c.c. of 30 per 
cent, solution of sodium bisulphite, the flask being kept in a water-bath 
for one to three hours as may be necessary. The agitation is repeated 
frequently, and when absorption is complete,' the oil is driven up into 
the graduated neck of the flask by adding more of the bisulphite solu¬ 
tion, and the unabsorbed oil can be measured, the remainder represent¬ 
ing the aldehyde (or ketone). The aldehyde citral in small quantities is 
better determined by means of hydroxylamine. The determination of 
aldehydes will be dealt with in a subsequent chapter. The following are 

' Boure-Bertrand Fila, Bulletin, October, 1912, 8. " Annaleti, 185 (1877), 222. 
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the principal synthetic or isolated aldehydes which will require descrip¬ 
tion ; (1) The aldehydes of the fatty series. (2) The aldenydes of the 
geraniol series. (3) The aldehydes of the aromatic series. The use of 
the higher aldehydes of the fatty series has during the past year or two 
become a matter of some importance to the synthetic perfumer. These 
aldehydes possess intensely powerful odours, and must be used in very 
minute quantities or they will spoil any perfume in which they are used. 

The following ’ are the general methods by which the higher fatty 
aldehydes may be produced. 

1. The corresponding alcohol may be oxidised;— 

B . CIIjOH O 2 = R . Clio . -I- ILO. 

2. The barium or calcium salt of the corresponding acid may be 
distilled with barium formate 

(R . COO)jBa + (H . COO)^a = 2 BaC 03 + 2R . CHO. 

Scliimmel & Co.'-^ have prepared a number of fatty aldehydes by 
a modification of this reaction. They distilled mixtures of barium 
formate with the barium salt of the correspqnding acid, in a vacuum, as 
it was well known that this increases the yield when working with the 
higher aldehydes, which volatilise with difficulty. 

3. Darzens'* claims a method in which a ketone is condensed with 
chloracetic-ether in the presence of an alkaline condensing agent. For 
example, acetone reacts with chloracetic-ether as follows;— 

CH• COOCjH,, = 

. COOC.,IL,-f HCl 

0 


The resulting product is then hydrolysed, giving— 
ru“N(’-CH.COOII 
0 


and, finally, this compound on heating evolves carbon dioxide and 
undergoes a slight molecular change, yielding a butyric aldehyde of the 
formula:— 


ch,\c/h 

CH,/\CHO -k CO, 


4. Aldehydes are also formed by the action of nascent hydrogen 
(sodium amalgam) upon the chlorides of acid radicles or their oxides 
(the acid anhydrides):— 

(1) CHjCOCl -k 2H = CH,.CHO -k HCl 

(2) (CH,.C0)20 -k 4H - 2CH,.CHO -k H^O 

5. Aldehydes are formed by the reduction of the ester of the corre¬ 
sponding acid to the alcohol, and then oxidising the alcohol with heated 

* Badoliffe, P. and E.OM., 1917, 65. »126, 736 of 1902. 

“ D.B P., 174, 239, and 174, 279. 
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copper as catalyst. It is well known that when primary alcohols in the 
gaseous state are passed over finely-divided copper dust, obtained by 
reduction of copper oxide, at 250“ to 400°, they yield hydrogen, and 
aldehydes or ketones respectively. 

Aldehj’des are usually most easily separated from the essential oils 
in which they occur, by means of acid sodium sulphite. The oil—or 
the suitable fraction thereof—is well shaken for a time varying accord¬ 
ing to the nature of the aldehydfs, with an equal volume of a saturated 
solution of sodium bisulphite, with a little ether added, in order to hinder 
the non-aldehydic portion of the oil from becoming occluded in the 
crystals of the bisulphite compound of the aldehyde. These crystals are 
separated and washed well with ether. They are then decomposed by- 
warming with a solution of sodium carbonate, and the regenerated 
aldehyde is extracted by means of ether. 

Nouberg and Tiemann ' propose the followdng method, depending 
on the tact that most aldehydes form a compound with thiosemi-car- 
baxide. The oil containing aldehyde in alcoholic solution is heated on 
a water-bath, with thiosemi-carbazide. Various salts of the heavy- 
metals will form insoluble* precipitates with the thiosemi-carlrazone 
formed, and such precipitate is dissolved in alcohol, and a current of 
hydrogen sulphide passed through until the metal is precipitated, loa\ ing 
the thiosomicarbazone dissolved in the alcohol. 

The following are the most effective compounds to prepare tor the 
identification of an aldehyde. 

Semi-carbazoncs .—Most aldehydes react with semi-carbazide, forming 
condensation products known as semi-carbazoncs, which arc usually of 
a well-defined crystalline character with a sharp melting-point, the 
reaotion taking place is as follows 

R. CHO -H NH.,. NH. CO . NHj = R. CH : N. NH . CO . NH._, + ll.p. 

Aldehyde. Semicarbaeidc. Semt-carlxteone. 

They are usually best obtained by dissolving the aldehyde in alcohol, 
and adding excess of an equimolecular mixture of semi-carbazide bydi o- 
chloride, and acetate of sodium. The mixture is allowed to stand for 
some time and the semi-carbazone then precipitated by the addition of 
water. Some semi-oarbazones are more easily prepared by substituting 
free acetic acid (glacial) for the acetate of sodium. Semi-caibazones are 
best recrystallised from hot methyl alcohol. 

Oximes .—Most aldehydes yield a condensation product with hydroxyl- 
amine, according to the equation;— 

R. CHO + NHj. OH = R. CH: NOH H„0. 

Aldehyde. HydroxyUamne. Oxime. 

To obtain the oximes equimolecular quantities of the aldehyde and 
hydroxylamine are heated in alcoholic solution on the water-hath for 
thirty to sixty minutes. The hydroxylamine is best added in the form 
of hydroxylamine hydrochloride, and the necessary amount of alcoholic 
solution of potash added to liberate the hydroxylamine. Most, but not 
all, the oximes are crystalline. 

Plienylhydrazones .—Nearly all aldehydes form condensation pro- 


’ lieriehte (1902)> xxxv., 2049. 
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ducts with phenylhydrazine, known as phenylhydrazones, according to 
the following equation;— 


R . Clio + NHj. NH . C„H, = H . CH : N . NH . C„Hj + H,0. 

Mdehyrie, ^ I’lusnylliydraiine. I’heiiiilhijdiaame. 

They are best prepared by heating the aldehyde in alcoholic solution, 
on the water-bath, under a reflux condenser, with slightly more than 
the equimolocular quantity of phcuylhydrazine hydrochloride, with 
acetate of sodium added. Thirty to sixty minutes is usually sufficient 
for the reaction. 

Pyrnric Add C.iimpaundH .— Lubrzynska and Smedley' have recently 
shown that a number of aldehydes such as heliotropin, anisic aldehyde, 
benzaldehyde, and cinnamic aldehyde, condense with pyruvic acid in 
slightly alkaline solution, with the formation of /8-unsaturated-o-ketonic 
acids. Por example, if heliotropin and pyruvic acid in alkaline solution 
he left standing for about eight days at ordinary temperatuni, dihydroxy- 
methylene-benzal-pyruvic acid is formed. This body forms yellow 
needles, melting at Kid". Similarly, anisic aldehyde yields methoxy- 
benzal-pyruvic acid, m(ilting at 130"; and •cinnamic aldehyde yields 
cinnamal-pyruvic acid, melting at 73°. 

Doebner^ showed that certain aldehydes, citral, tor example, form 
condensation products with pyruvic acid and ;8-naphthylamine, known 
as uaphthocinchoninic acids. The reaction takes place as follows- 

R. UHO + OlJjUO. coon + CiJLNHj 

•Vlilchyde. Pyruvic acid. g-Naplithylamiue. 

/N=C-R 

Ou,U„( I 

\ C = CH-P 2H,0 + H., 

I 

COOH 

Naphtliocinchoninic acid. 

SchUigH has shown that para-aminophenylglycine, para-amino- 
phenyloxamic acid, and para-aminoacetanilide form compounds with 
aldehydes, which have sharp melting-points and are suitable lor the 
characterisation of aldehydes. With p-aminophenylglycine condensa¬ 
tion takes place when the glycine, mixed with alcohol and the alde¬ 
hyde in question, is warmed. Por the purpose of condensing with 
p-aminophenyloxamic acid and with p-aminoaoetaldehyde the alcoholic 
suspension of the amino-body is acidulated slightly with hydrochloric 
acid and the solution is warmed after the aldehyde haq been added. 
This method affords hydrochloride of the condensation products. 

' C/icm. Zeniral. (1914), 561. 

S herwUe, 27 (1894) i 354 and 2020. 
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Coi 

of 

idcoMation Product 

with 

M.p. 


Ginnamic 
aldehyde . 

j)-Aminophonylglycine 

120° 

Cinnamic aldehyde anilglycine 

Purfurol 

»-Aminophonylo.'iamic acid 

135° 

Furfurol anilglycine 

Benzaldebyde 

180° 

Benzaldohyde aniloxamic acid 

Vanillin 


170° 

Vanillin aniloxamic acid 

Cinnamic 
aldehyde . 
Furfurol 

I* tl 

125° 

Cinnamic aldehyde aniloxamic acid 


130° 

Furfurol aniloxamic acid 

Benzaldohyde 

p-Aminoacctanilide . 

1C5° 

Benzaldehyde acetaminoanile 

Vanillin 

208° 

Vanillin acetaminonile . 

Cinnamic 
aldehyde . 

” 

195° 

Cinnamic aldehyde acetaminoanile 


The Aliphatic Aldehvdks. 

The following are the* principal members of the fatty series of 
aldehydes which either occur in essential oils, or are used in synthetic 
perfumery;— 

Formic Aldehyde. —This aldehyde, H . CHO, is the lowest member 
of the aliphatic series. It has been found, but rarely, in the distillation 
waters of a few essential oils. It can be identified by evaporation on 
a water-bath with ammonia when crystals of hexamethylene-tetramine 
are formed. 

Acetic Aldehyde. —Acetic aldehyde, CH,. COH, occurs in a number 
of essential oils, or their distillation waters. It is a liquid boiling at 21°. 

Butyric Aldehyde. —This body, CjHjCOH, has been found in the oils 
of Eucalyptus glohulus and Cajuput. It boils at 75° and forms a para- 
nitro-pbenylhydrazone, melting at 91° to 92°. 

Isoralerianic Aldehyde. —This aldehyde, which has the constitution 
CHj. CH(CH 3 ) . GHj. CHO, exists in American peppermint oil. It 
boils at 92'5°, and forms a thiosemi-carbazone, melting at 52° to 53^. 
Its specific gravity is 0'804. 

Valerianic Aldehyde. —The normal valerianic aldehyde, 

CH3(GH.3),.CH0, 

is a liquid boiling at 102°, of specific gravity 0-816. 

Hexylic Aldehyde. —Hoxylic or caproic aldehyde, CjHnCHO, has 
been identified in oil of Eucalyptus glohulus. It is a liquid boiling at 
128° at 740 mm., and having a specific gravity 0*837. 

Heptylic Aldehyde. —This aldehyde, also known as oenanthylio alde¬ 
hyde, is formed by distilling castor oil under reduced pressure. It is an 
oil of powerful fruity odour, boiling at 155°, or at 45° at 10 mm. pressure, 
and having a specific gravity 0-820, and refractive index 1-4160. It 
forms an oxime melting at 50°. 

Octyl Aldehyde. —^The eight-carbon aldehyde has the formula 

CH,(CH,)„CHO.. 

It'is a- natural constituent of neroli and rose oils. It is described as 
having a deep honey-like odour, and is useful in rounding off perfumes 
with a heavy odour. It is a liquid boiling at 82° at 13 mm., and has a 


Hj^roch loride. 
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specific gravity about 0'826, and refractive index 1‘41955. If absolutely 
pure its specific gravity is only 0’821. It melts at - 13° to - 16°. It 
yields an oxime melting at 60°, a semi-carbazone melting at 101°, and a 
naphtho-cinohoninic. acid compound melting at 234°. 

Nimyl Aldehyde. —The nine-carbon aldehyde has the formula 

CH3(CH.,);CH0. 

This aldehyde belongs to the rose and orange types of odour. It is 
present naturally in both these essential oils. It can be used success¬ 
fully, in very small quantity, in all perfumes of the rose, geranium, 
orange, and neroli types. It is an oil having a sjjecific gravity 0’8277, 
refractive index 1'4245, and Iwils at 92° at a pressure of 13 mm. Its 
melting-point is -)- 6° to -h 7°. It yields an oxime melting at 69°, and 
a semi-carbazone melting at 100°, which serve to identify it. 

Deeijl Aldehyde. —This body, which has the formula CHjfClIj)^!^, 
is also a constituent of rose, orange, and other essential oils. It is most 
useful in minute quantities in reproducing the odours of orris, neroli, 
cassie flowers, rose, and orange. It is probably the most generally 
useful of the whole of this series of aldehydes. It is an oil boiling at 
207° to 209° at 755 mm. pressure, and at 80° to 81° at 6 mm. The specific 
gravity is 0-828 and refractive index 1-42977. Its melting-point is 
-I- 2’ to + 5°. It yields a naphthocinchoninic acid compound, melting 
at 237"', an oxime melting at 69°, and a semi-carbazone melting at 102°, 
On oxidation it yields capric acid melting at 30° to 31°. 

Vndecylk Aldehyde. —This has recently been prepared, and is now 
being used in the blending of flower bouquets. It has the formula 

cn3(Gn,),CHO. 

It melts at - 4°. 

Diwdecylic Aldehyde. —The twelve-carton aldehyde, also known as 
lauric aldehyde, has the constitution CHj(CH 2 )i„CHO. It was origin¬ 
ally introduced for blending with violet perfumes, but it is not very 
suitable for this purpose. It is, however, of considerable value in mixed 
flower jierfumcs and fancy bouquets. It is a solid body and rapidly 
oxidises to lauric acid, melting at 23° to 24° and boiling at 128° at 13 mm. 
It should therefore be kept in solution in alcohol. It yields a semi- 
carbazone melting at 102°. 

Tredeeyl Aldehyde. —This aldehyde has the constitution 
CH3(CH2)i,CIIO. 

American perfumers go so far as to state that it has created quite a 
furore amongst progressive perfumers. It has no distinct flower per¬ 
fume, and can be used to modify the odour of almost any combination. 
It is stated that it is so characteristic that nothing can Replace it. It 
is very expensive—about £6 per ounce—but must only be used in minute 
quantities. 

Tetradecyl Aldehyde. —This is the highest of this series of aldehydes, 
and has the formula CH 3 {CH 2 )ijCHO. It resembles the thirteen-carton 
aldehyde somewhat, and is very useful for blending in flower combina¬ 
tions. 

HexyUnic Aldehyde. —This aldehyde, of the constitution 
CH,. CHj. CHj. CH - OH . CHO, 

is an nnsaturated compound, and exists in a number of plants, for 
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example in the leaves of the vine and strawberry. It forms a hydrazone 
melting at 167". 

Vmexyhnw Aldehyde .—This aldehyde is closely related to those just 
described, bnt belongs to the nnsaturated series. It has the formula 
CHa; CH(GH 2 )aCHO. It is very similar to the aldehydes just de¬ 
scribed, and is used in exactly the same way, namely, for modifying the 
odour of flower combinations. It melts at 5" to + 7° and boils at 
118“ at 13 mm. 

Oleic Aldehyde .—Oleic aldehyde, C,;H.| 3 . CHO, is found in oil of 
orris root. It has the following characters;— 


Boiling-point at 4 inin.IGS'' to IGii’ 

Spocifio gravity.0-8513 

Eefraotivc index. 1 -4557 


It forms a semi-carbazone melting at 87’ to 89". 

The aldehydes of the geraniol series are of very great eommercial 
importance. The only two which are of common occurrence are eilral 
and citronollal. 

CrriUL AND Nkual. 


Citral, or geranaldehyde', and neral or neraldehyde, are, as indicated 
under geraniol, the two stereoisomeric forms of the aldehydes derived 
from geraniol and nerol. Citral is best described as a-citral, and neral 
corresponds with j3-citral. The constitution of the two aldt-bydes is 
either that indicated under geraniol, namely. 


Cll 

CH 


“\ 

/ 


C : Cll. CH^. CHj. C(CH,,): CH . CHO 


or 

CH 

'”^0 . CH^. CHa. CH.,. C(CHj : CII. CHO. 

The former is the more probable constitution. Citral as found in 
commerce, is probably almost invariably a mixture of the two isomers, 
which are very similar in their general characters. It occurs to a con¬ 
siderable extent in various essential oils, being the principal constituent 
of lemon-grass oil, and of the oil of Backhoueia citrwdora, and occurring 
to the extent of about 4 to 6 per cent, in lemon oil, which owes its 
characteristic flavour to this aldehyde. 

It can be obtained artificially by the oxidation of the alcohols geraniol, 
nerol, and linalol, by means of chromic acid. To prepare it from these 
sources, the following process may be used. Ten grams of iwtassium 
bichromate are dissolved in a mixture of 12-5 grams of sulphuric acid 
and 100 c.c. of water. To this mixture, 15 grams of geraniol are gradu¬ 
ally added, care being taken that the mixture is kept cold at first, and 
then allowed to got warm, the whole being well shaken for about half an 
hour. It is then rendered slightly alkaline and a current of steam passed 
through it. To separate the citral from other products and from un¬ 
changed geraniol, the distillate is shaken with a saturated solution of 
sodium bisulphite, and shaken from time to time, for about twenty-four 
hours in the cold, or for an hour or so at \lrater-bath temperature. In 
the cold, crystals of the compound of citral with bisulphite separate, 
which are' dried, washed with ether, mixed with sodium carbonate and 
steam distilled, .when citral passes over. By careful manipulation about 
35 per cent, of the theoretical amount is obtained. 
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Citral can also be obtained in a pure state by distilling a mixture of 
the calcium salt of geranic acid with calcium fonnate, according to the 
usual method for the production of aldehydes. 

Citral can also be obtained from essential oils, such as lemon-grass 
oil, by means of the bisulphite process, but care should be taken that the 
temperature be kept low, as otherwise a considemblc loss occurs, due to 
the conversion of part of the citi'al into sulphonic acid compounds. 
Citral combines with 4 atoms of bromine, and, under the influence of 
dehydrating agents, such as potassium hydrogen sulphate, yields cymene, 
C,(,llj^. Under the influence of alkalis, citral condenses with acetone, 
with the splitting off of water to form pseudo-ionone, CijU^nO, which is 
converted into isomeric ionones by means of acids. These bodies are 
the characteristic artificial violet perfume, which will be mentioned later. 
Beduction with sodium and alcohol produces the alcohol, geraniol. 
Various derivatives of citral have been prepared, such as the oxime, 
anilide, and phenylhydrazone, which are oily liquids, and the semi- 
carbazone, which appears to exist in several isomeric forms of dili'erent 
melting-points. Most characteristic, however, is the citryl-/J-uaphto- 
einchonic acid, diseov(>red by Doebner. This<ian be pi'epared by warm¬ 
ing together in abioholic solution 20 paits of citral, 20 parts of 
/S-naphthylamine, and 12 parts of pyruvic acid. This acid, CVL,,NO„ 
melts sharply at 197'', and is the most useful compound for characteris¬ 
ing citral. Indeed, Doebner has applied its prepaiution to the quantita¬ 
tive estimation of citral in oils containing it. The determination of this 
body in esse.ntial oils is by no means an easy matter, and will be men¬ 
tioned later. A study of citral and its derivatives has caused the most 
recent investigators to assign one or other of the formula; given on 
p. to the stereoisomeric varieties of citral. 

According to Tiemann the following are the characters of a-citral and 
/3-citral, but as these were determined before the exact relationships of 
geraniol and nerol and the stereoisomeric aldehydes were as well under¬ 
stood as they now arc, th(!y must be accepted with some reserve. 

a-GUml. 

Boiling-point at 20 nun.118° to 119° 

Specific gravity at 20“.0'8898 

Kefractive index.1‘4891 

g-Cilral 

Boiling-point at 20 lum.117° to US'" 

Specific gravity at 20“.0’8888 

Kefractive index.1-49001 

The purest specimens which have been prepared of natural citral, 
either from lemon-grass oil, lemon oil, or the oil of Tdranthera citrah, 
have the following characters:— 

Specific gravity. 0-892 to 0-8955 at 15“ 

Optical rotation. +0° 

Bofraetive index. 1-4880 to 1-4900 

Boiling-point at 12 nun. 110° ,, 112“ 

„ „ 760 . 228° ,,229° 

Several years ago Tiemann' carried out a great deal of work on the 
chemistry of citral, in connection with which the following points are 
especially noteworthy. He has shown that in addition to the normal 
bisulphite of sodium compound of citral, three hydrosulphonic acid 

‘ Berkhte, xxxi. 8278, 3324; xxxii. 107. 
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derivatives are formed, according to the conditions under which eth ex¬ 
periment is performed (acidity, alkalinity, temperature, etc.). He con¬ 
sidered that the explanation of the existence of two well-defined isomeric 
semi-carbazones (melting at 164° and 171°) was the existence of two 
stereoisomeric forms of citral in lemon-grass oil. To support this, he 
mixed the normal bisulphite compound with water and added sodium 
carbonate. The liquid was then shaken with ether, and about half the 
citral set free and dissolved in the ether (fraction a ); the remainder was 
set free by the addition of caustic alkali and extracted with ether (fraction 
b). Whilst both fractions have exactly the same physical properties, it 
is found that fraction a gives only one semi-carbazone, melting at 164°, 
whilst fraction b gives both, melting at 164° and 171° respectively. The 
same was found to be the case with the cyanacetic compound, fraction a 
yielding only one citralidene cyanacetic acid, melting at 122°, whilst 
fi-action b gave this, and also one melting at 80°, which is now known 
to be impure, the pure compound melting at 94° to 95°. This view has 
Ixicn confirmed by the discovery of the alcohol nerol, as mentioned above 
(and see also under ionone). 

Further important work on the pure chemistry of citral by Semmler 
and by Skita has been published during the past few years. Semmler has 
shown' that aldehydes which possess one or more labile hydrogen atoms 
adjoining the CHO group, possess the pi operty of forming enolic acetates, 
that is, acetates in which a double bond has migrated into the conjugated 
position. He draws the following general conclusions in regard to this 
property of this type of aldehyde:— 

1. All the aldehydes hitherto studied, which contain next to the 
functional aldehydic group one or more labile hydrogen atoms are cap¬ 
able of reacting with the organic anhydrides and acids in their enolic 
forms giving unsaturated esters. 

2. These unsaturated esters, by oxidation, permit of the elimination 
of the CHO group and the preparation of aldehydes or acids with few’cr 
carbon atoms. 

3. This reaction shows that the estimation of alcohols in essential 
oils containing aldehydes may lead to numbers which are too high. 

4. The enolic esters, on saponification, regenerate the aldehydes. 
With sodium and alcohol, the saturated alcohol corresponding to the 
aldehyde is obtained. 

This migration has been described under geraniol (p. 97). 

Enklaar^ has shown that when citral is reduced by metals in a 
stream of hydrogen, it yields not only reduced aliphatic compounds, but 
that the ring is also closed, and a series of cyclic compounds is also 
formed. 

Cyclo-citral thus formed appears to have the following constitution:— 
CHj CHj 
\/ 

C 

I 

Jc.cn, 

cn, 

' BericlUf. 42 (1909), 1161, 2014 ; 44 (1911), 991. 

“ Cltem. WeekUod, 4 (1907), 322. 
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According to Skita, the reaction proceeds in a different manner if 
the reduction he effected with palladium chloride and hydrogen. In 
this case the citral in alcoholic solution is mixed with an aqueous solu¬ 
tion of palladium chloride and the whole thickened with gum-arabic. 
Hydrogen gas is then forced into this solution under pressure. The 
products of the reduction include citronellal and citronellol and a di- 
molecular aldehyde, Cj[|fH 3402 , which probably has the following con¬ 
stitution :— 

CH, 

>C: CH . CH„. CH.,. C(CH3)CH.. CHO 
CII3/ 

CH 

’')C : CH . CH.,. CIL C(CH.,)CU.,. CHO 
CH./ 

Schossberger has recently isolated the isomeric form of citi-al which 
is known as isocilral, corresponding to the isogeraniol resulting from 
enoliscd citral acetate. 

Isocitral is left as a residue when reduced enolised citral- is treed 
from isogeraniol by means of phthalic anhydride, and has the following 
characters:— 


Specific gravity at 20°.O'SOTB 

Refractive index.1-1810 

Boiling-point at 15 mm.108° to 108° 


It yields a /3-naphthocinchoninic acid compound melting at 206'’. 

Citral is used on a very large scale for the manufacture of ionone,. 
the base of the artificial violet perfumes (q.v.). 

The identification of citral is a matter of considerable importance, 
and may be effected by the preparation of several well-defined crystal¬ 
line derivatives. 

The semi-carlmzones, Cmll],,: N . NH. CO . NHj, are well defined. 
That of a-citral melts at 164° and that of /S-citral at 171°, a mixture of 
the two in equal amounts melting at 135°. If it is desired to obtain 
mainly the semi-carbazone of a-citral, 5 parts of citral should l>e dis¬ 
solved in 30 parts of glacial acetic acid, four parts of semi-carbazide 
hydrochloride are dissolved in a little water and added to the citral 
solution. After standing for a short time, a considerable quantity of 
crystals separate in fine needles. These are recrystallissd several times, 
from methyl alcohol, when 60 to 70 per cent, of the theoretical yield 
can be obtained of the a-citral semi-carbazone, melting at 164°. The 
mother liquors yield /S-citral semi-oarbazone, melting at 171°. If the 
reaction be allowed to take place in a neutral, instead of an acid, solu¬ 
tion, about 10 per cent, of /S-citrol semi-carbazone can* be obtained, 
leaving a mixture of the two isomers, melting at 135° as the main yield. 
The isomeric semi-carbazides may be separated in the following manner; 
The dry mixture of semi-carbazones is finely powdered, and repeatedly 
exhausted with boiling ether. The liquid is filtered and deposits crystals 
melting at 135°. The ethereal mother liquor on ooneentration yields 
only the same product, but‘the insoluble residue has a higher melting- 
point and can be washed with ether until this rises to 160°. This pro¬ 
duct can now be recrystallised from alcohol, when the pure /8-citral 
semi-oarbazone melting at 171° is obtained, the alcoholic mother liquors- 
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yielding the o-citral compound, which on a second reorystallisation is 
obtained pure, melting at 11)4'’. 

In order to resolve the mixture melting at 135°, it should be dis¬ 
solved in cold acetic ether to saturation, and allowed to stand so that 
the solvent evaporates very slowly. Two distinctly different forms of 
crystals separate which can be picked out and recrystallised separately, 
W'hen the two semi-carbazones are obtained in a state of purity. 

Very characteristic of citral is the compound which it forms with 
;8-naphthooinchoninic acid. It is obtained in the following manner: 
Twenty grams of citral and 20 grams of pyruvic acid are dissolved in 
absolute alcohol, and 20 grams of /3-naphthylamine are added. The 
whole is heated for three hours on the water-bath under a reflux con¬ 
denser. 

On cooling o-citryl-(8-naphthocinclioninic acid separates in fine 
needles, melting at lOO" to 200”, which are filtered off and washed with 
ether, and recrystallised from alcohol. It too little citral is present 
a-methyl-;8-naphthocinehoninic acid is formed as well, but this is less 
soluble than the citral compound, and is separated from it by dissolving 
the latt(!r in hot alcohol -and recrystallising it. The reaction taking 
place is as follows:— 

. CHO + CH,. 00 . GOOU + = 

Citral. Pyruvic acid. g-naphtliylainiiic. 

N:0.C,^,,, 

0,„H„( I -1- 2H.,0 + H.. 

:OH ■ ■ 

I 

OOOH 

n-oitryl-S naphthociuchoniuic acid. 

Oitral also forms a crystalline derivative with cyanacetic acid, 
citrylidene-cyanacetic acid of the formula— 

ON 

0„1I„GH; C( 

\ 00011 

It is obtained by mixing 1 molecule of cyanacetic acid, 1 molecule 
of citral, and 2 molecules of caustic soda. The reaction liquid is 
extracted with ether, in order to remove non-aldehydes, and the clear 
liquid acidified with acetic acid. The separated acid is dissolved in 
benzene and precipitated by petroleum ether when it forms yellow 
crystals, molting at 122” in the case of a-citral, and at 94" to 9o° in the 
case of ^-citral. 

In a similar manner citrylidene-malonic acid can be prepared, melt¬ 
ing at 191”. 

The oxime and phenylhydrazone are liquid, and not suitable for 
identification purposes. 

On oxidation by weak oxidising agents, citral yields gerauic acid, 
C,|,Hj ,,02 ; on reduction it yields geraniol. 

Oitral forms condensation compounds with sulphites and acid 
sulphites which are exceedingly useful in the estimation of the alde¬ 
hyde. Tiemann has isolated three separate hydrosulphonic acid com¬ 
pounds. The normal bisulphite compound is best prepared by shaking 
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citral with a hot solution of sodium bisulphite containing free sulphur¬ 
ous acid. 

When the normal sodium bisulphite compound is dissolved in water 
and submitted to steam distillation, half of the citral passes over, the 
remainder lieing converted into the sodium salt of the so-called “ stable ” 
citraldihydrodisulfonic acid:— 

on 

2C„H,,. ClIC = C„H,,C01I + C„lI,;(S03Na)„C0H. 

'^SOaNa 

This compound is readily soluble in water without regeneration of the 
citral from the solution either by sodium carbonate or hydrate. 

When citral is agitated with an aqueous solution of neutral sodium 
sulphite, the sodium salt of the “labile” citraldihydrodisulfonic acid 
results according to the following equation:— 

C,,H,;,(:01I -I- 2Na„SOa + 2H5jO = C,,H,;(SO.,Na).,COH + 2NaOH. 

This differs from the isomeric “ stable ’’ compound in being quan¬ 
titatively decomposed by the action of sodiupi hydrate into citral and 
neutral sodium sulphite. 

\ thiosemi-carbazone, melting at 107° to 108°, and a semi-oxamazone, 
melting at 190" to 191°, have been prepared. 

CiTBONET.nAn AND EhODINAL. 

These aldehydes, of the formula 0,1,11,^0, are those corresponding to 
the alcohols oitronollol and rhodinol (assuming, as is apparently true, 
that they are distinct compounds as indicated under citronellol, p. 107). 
Their constitutions would therefore be as follows:— 

OH 

. CIL. CH.,. CH.,. CH(CH.,)CH.,. CIIO. 

on./ ■ “ ' ‘ 

CitronellaL 

cii,. 

)C : CII. CH.,. CH.,. CH(CH,,)CH,. CHO. 

CH,- 

Rhodinal. 

Citronollal, which was originally termed citronellone, is one of the 
characteristic constituents of citronella oil, in which it occurs to a con¬ 
siderable extent. It can be prepared by shaking the essential oil with 
a hot solution of sodium bisulphite, and decomposing the resulting 
bisulphite compound by means of sodium carbonate and distilling the 
citronellal in a current of steam. Gitronellal is optically active, and it 
is probable that the specimens isolated from natural sources are mixtures 
of the two optically active isomers, so that the actual theoretical rotation 
is not known with certainty. 

It can be prepared artificially by the reduction of citronellol, Cii,H2„0, 
and the isomeric rhodinal can, according to Bouveault, be prepared by 
the reduction of rhodinol from oil of rose. 

According- to Tiemann and Schmidt, oitionellal has the following 
characters:— 
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Boiling-point. 205° to 20S° 

„ „ at 25 mm.103° „ 105° 

Spooific gravity at 17'5°.0'85S8 

Kefractivo index. 1*4481 

Holecnlar refraction.48*29 


Commercial specimens of a high degree of purity have the follow¬ 
ing characters:— 


Boiling-point 
Spooifie gravity 
Optical rotation 
Befractive index 


205° to 208° 
0*855 „ 0*868 
+ 10 ° „ + 11 ° 
1*4450 „ 1*4485 


Oitronellal prepared from Java oitronella oil is laevo-rotatory to the 
extent of about - 3'^. 


For the identification of citronellal, the semi-carbaxoue is the easiest 
crystalline compound to prepare. It results it an alcoholic solution of 
oitronellal be well shaken with a solution of semi-carbazide hydrochloride 
and acetate of sodium. It is purified by recrystallisation from a mixture 
of chloroform and petroleum ether, and then melts at 84°. It also 
forms a well-defined naphthocinchoninic acid, which is prepared in the 
same manner as the corroisponding citral compound. It melts at 225°. 
It also forms citrouellylidene-cyanaoetic acid, melting at 137’ to 138°. 
It forms additive compounds with sodium bisulphite, which are similar 
in characters to the coiiesponding citral compounds. 

On oxidation it yields citronellic acid, GioHjuOj,. On acetylation, 
citronellal is converted into the alcohol isopulegol, which is acetylated, 
forming isopulegyl acetate, so that this aldehyde is included in the re¬ 
sults of determinations of geraniol in oils in which both constituents are 
present. For example, the total acetylisable constituents of citronella 
oil, which are usually returned as “ geraniol," i*eally include the citronellal 
present as well. According to Tiemann,' oitronellal, under the influence 
of acetic anhydride forms an enolic ester which is griwiually converted, 
by heating with the anhydride, into isopulegol acetate—the relationships 
being shown as follows;— 


CIlj—G.-GHa 

GHj—G.=GHj 

CH,—G=GH., 
i 

1 

GH., 

GHO, \lH., 

(GH.,)GO.OCH \gH, 

1 

CH 

0H.CH|/\CH, 

GhI JcH„ Gh'[ JgH„ GHi .’GH., 

CH.GHj GH.GH, GH.GH, 

Citronellal. Enolic acetate. Isopulegol. 

Bhodinal, under similar circumstances, appears to give rise to men* 
thone, the relationships being shown as follows;— 

CH„-G-GH, GHj-G-GHj GHj—GH—GHj 

M II 1 

GH 

GHO. '^.GHa 

li 

CH 

(GH3)G0.0GH| ^.GHj 

CH 

CO^^GHi, 

GHjMgH, 

CH.GHj 

Hnodinal. 

GhI.^^GH3 

GH.GHj 

Enolic acetate. 

Ikrkkte, 42. 3014. 

CHjl^JcH^ 

, . CH.CH 3 . 

Menthone. 
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The work of Harries and Himmelmann' provides considerable con¬ 
firmation of the individuality of the aldehydes citronellal and rhodinal. 
By the action of ozone on the aldehyde, results differ materially accord¬ 
ing to the source of the “ citronellal,” and those chemists are of opinion 
that the two complexes— 

OIL, CH,, 

>0. CH., and ' ;C: CH 

ch/ ■ ch/ 

are present, which is in accordance with the assumption stated pre¬ 
viously. They consider that the first complex becomes less stable as the 
acid-carrying grouji in the molecule increases. 

This view would explain the observation made by Tieniann and 
Schmidt, that citronellal when heated with acetic anhydride, only 
yields about 50 per cent, isopulegol; or the fact noted by Harries and 
Schauweeker, that when citronellal acetal is oxidised by permanganate, 
there is I'oriued llu! acetal of the semi-aldehyde of /3-methyladipic acid 
and a ghcol. The indistinct melting-points observed in citronellal 
derivatives (for example in the senii-carbazone) can also thereby be ex¬ 
plained. It would app)ear that commercial'citronellal contains the two 
isomeric forms in varying proportions. 

11. .T. I’rins- has isolated two isomerides of citronellal by repeated 
fractionation The fii-st boils at 203“ to 204", has a density of 0'888 at 
14", and forms a semi-carbazone, melting-point 85“ to 8(i°. The second 
boils at lOb" to 200", has a density of 0’8745 at 14°, and yields a semi- 
carbazone, melting-point 82'5° to 83". It is suggested that the formula of 
the first is— 

CIL ; (IMe . UH.,. (IH^. CH,,CHMe. CH.. CHO, 
whilst that of the second is— 

CMe,,: CH . CH^. CIL . CHMe . CH^. CHO. 

These results would suggest that ordinary “citronellal” is a mixture of 
citronellal and rhodinal. 

The aldehydes of the cyclic series include a number of compounds 
which are of common occurrence in essential oils, and a certain number 
which are prepared sjmthetically for perfumery purposes. 

The simplest of those, in reference to cKemical constitution, is;— 

Bknzaldkhyde. 

Benzaldehyde, CiiHjCOH, is the main constituent of oil of hitter 
almonds and other oils of the same family. It can be formed in various 
ways, including the oxidation of benzyl alcohol, or, as is usually done, by 
acting on benzal chloride, Ci-HjCHClj, with sulphuric acid or with milk 
of lime, or by heating benzyl chloride, CjHsCH/Jl, with water and lead 
nitrate. Artificial benzaldehyde is manufactured and sold largely as 
“artificial oil of almonds”. It is almost identical with the natural oil, 
but possesses a rather harsher odour, probably due to the presence of 
traces of impurities, which generally consist of chlorinated compounds. 
A very pure variety, howevfer, is now produced, which is free from these 
impurities. The natural benzaldehyde results from the decomposition of 

> limeliU', 41 (1«08), 2187. 
voi.. ti. 


*Cfem. Weekblad; 14 (1917), 692.96. 
12 
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a glucoside, amygdalin, under the influence of the ferment emulsin in the 
presence of water (vide oil of bitter almonds). 

The starting-point in the synthesis of benzaldehyde,* which requires 
a good deal of skill for its successful manufacture, is the hydrocarbon 
toluene, and this must first be separated from the benzene and other 
hydrocarbons accompanying it in its crude form by suitable fractional 
distillation. The initial reaction of the toluene is with chlorine, and this 
reaction takes place far better in sunlight than away from it. The toluene 
is heated to boiling in as strong a light as possible, and a current of 
perfectly dry chlorine is passed through it until 100 parts has increased 
in weight to 140 parts. The weather and light will determine the time 
which is taken to complete this reaction; during the winter the whole 
day may be necessary, whereas on a fine summer day the reaction may 
be finished in two to three hours. The chlorinated compound so formed 
is benzalchloride, C^Hj. CH . Gl^, which has now to be converted into 
benzaldehyde. 

The crude benzalchloride obtained by the above-described chlorination 
of toluene is mixed with three times its weight of water and its own 
weight of finely precipitated, calcium carbonate, and the mixture is heated 
for four hours in a bath of oil or similar material to a temperature of 
130°. After the expiration of this time steam is passed through the 
contents of the reaction vessel, which is maintained at the temperature 
of 130° until no more oil distils over. The resulting crude benzaldehyde 
contains a fair amount of benzoic acid which must be removed. The 
bulk of the benzoic acid, however, is left in the reaction vessel, and may 
be recovered by filtering the hot liquid and adding hydrochloric acid, by 
which means the benzoic acid separates out and may be filtered off, 
washed, and dried. If recrystallised from hot water it can be obtained 
in a state of purity. The cnide benzaldehyde which has been steam 
distilled, together with the watery distillation liquid, is now treated with 
a concentrated solution of acid sulphite of sodium and the whole well 
shaken until almost the whole of the oily liquid has gone into solution. 
If crystals of the double compound of benzaldehyde and sodium sulphite 
separate, more water must be added and the liquid well shaken until the 
crystals are dissolved again. The aqueous solution is now filtered from 
any small quantity of oil which remains undissolved, and the filtrate 
treated with anhydrous sodium carbonate until it acquires a decided 
alkaline reaction. The alkaline liquid is now subjected to distillation 
with steam, when the benzaldehyde distils over. 

There is, of course, always the risk of the purified benzaldehyde con¬ 
taining traces of chlorine—in fact, samples manufactured with merely 
ordinary care may be found to contain up to 2’5 per cent, of this im¬ 
purity. It is very objectionable when the benzaldehyde is to be used, as, 
for example, a soap perfume in pale-coloured soaps, since the presence 
of chlorine compounds invariably causes the product to change colour, 
which renders the soap more or less unsaleable. One of the causes of 
the presence of chlorine in the finished product is that chlorine reacts 
with toluene, especially if the temperature is a little too low when 
the current of chlorine starts, in such a way that one atom enters 
the nucleus, forming chlorotoluene, CjH4CK5Hj. Chlorine reacts with 
toluene in such a manner, at higher temperatures, as to replace the atoms 

•Radolifte, P. and E.O.B. (1917), 298. 
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of hydrogen in the methyl side chain, so as to form benzal chloride, 
CjHjCHCljj. But the reaction of chlorine on chlorotoluene is quite 
similar, and the result Is the presence of a certain amount of chloro- 
benzal-dichloride, CijH^Gl. CHClj. In the subsequent reaction with 
water and calcium carbonate, it is only the chlorine in the side chain 
which is eliminated, so that we shall, under the above conditions, have 
a certain amount of ohlorobenzaldehyde formed, C|iH^Cl. COH. It is 
obvious, therefore, that the greatest care must be exercised in carrying 
out the synthesis of benzaldehyde if a product free from chlorine is to be 
obtained. In the actual course of the reaction in practice, the mixture 
contains several chlorinated compounds, including benzal chloride, which 
is the principal constituent of the mixture, and which is eventually con¬ 
verted into benzaldehyde, benzyl chloride, chlorotoluene, and benzo- 
trichlorido. If the mixture is boiled with water, with the addition of 
calcium carbonate, the resulting reaction-mass consists essentially of 
benzaldehyde, benzyl alcohol, and traces of the chlorinated products 
which do not enter into the hydrolitic reaction, and also a considerable 
quantity of benzoic acid which remains behind in the still as calcium 
benzoate, when the volatile bodies are steanr distilled. By rendering the 
distillation residue acid with dilute sulphuric acid, or pi-eferably dilute 
hydrochloric acid, the free benzoic acid is obtained. A large proportion 
of the so-called “ benzoic acid ex toluol ” is obtained in this manner as a 
by-product in the manufactui'e of benzaldehyde. 

The process of Lauth and Grimaux is also very largely employed; 
a mixture of benzyl chloride 5 kilos, nitrate of lead or copper 7 kilos, 
and water 10 litres, is boiled for seven or eight hours in an apparatus 
provided with a reflux cooler; the reaction being as follows :— 

C„H,,CH,C1 -I- 0 = C„H,,CHO + UCl. 

When the reaction is complete the oil is distilled, or more usually 
decanted off, and the benzaldehyde thoroughly agitated with fifteen 
times its weight of bisulphite of soda. This results in the formation of 
the solid sodium bisulphite compound. This is washed with alcohol 
and then decomposed by a solution of sodium carbonate, and finally the 
benzaldehyde is distilled in a current of steam. 

A process giving a chlorine free product is as follows :—‘ 

A mixture of 300 kilos of toluene and 700 kilos of 65 per cent, sul¬ 
phuric acid is thoroughly agitated, and 90 kilos of finely powdered 
manganese dioxide added little by little. The temperature is maintained 
about 40°. The process is a very slow one, and finally a mixture of 
unchanged toluene and benzaldehyde is obtained, and from this the 
sulphite compound is prepared, purified, and the pure benzaldehyde 
isolated as usual. • * 

Benzaldehyde has the following constitution;— 

ClI 

C.CHO. 


' D.S.P., 101221 of 1897. 
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Its characters are as follows:— 


Boiling-point at 7C0 mm.179° to 180" 

..5 mm. 45“ 

Speoifio gravity. vOoi 

Optical rotation.±0" 

Refractive index.1‘5450 


It forms a semi-oarbazone melting at 214", and a phenylhydrazone 
melting at 156°. 

On oxidation it readily yields benzoic acid, melting at 121°. Ex¬ 
posure to the air is suflicient to effect this oxidation. 

For the examination of b.nzaldehyde for chlorine, see j). 177. 

SaMOYMC ALDJiHl'OE. 

Salicylic aldehyde, ('.,H„02, is the simplest representative of the 
ortho-hydroxy aldehydes, which are, generally speaking, sti’ongly odorous 
compounds. It occurs naturally in the essential oil of several varieties 
of Sinraea, and can be manufactured artificially with considerable ease 
if the following details bo followed ;— 

One hundred grams of caustic soda are dissolved in 100 c.c. of water 
and placed in a round-hottomed flask. To this are added .‘10 grams of 
phenol. The mixture should be warmed to (10° to 65" and then attached 
to a reflux condenser. Seventy-live grams of chloroform are then added 
gradually in the following manner; One-third is first to be added 
through the condenser, and as the temperature rises the mixture must 
be cooled to 65“ by immersion in cold water. In ten minutes, a second 
third of the chloroform is added with the same precautions, and after 
another twenty nnnutes the remainder is added. After allowing the 
whole to remain for two hours at 65°, with constant shaking, the chloro¬ 
form in excess is distilled off in a current of steam, and the alkaline 
liquid then acidified with dilute sulphuric acid, and steam passed through 
until no more oily drops pass over. The distillate is extracted with 
ether, and the ether evaporated. The residue now consists of salicylic 
aldehyde with unchanged phenol. It is treated with strong solution of 
sodium bisulphite, and the resulting crystalline compound is washed 
with alcohol to remove phenol, and finally' once with ether. The 
crystals are decomposed by dilute sulphuric acid, and the liberated 
salicylic aldehyde extracted with ether, and, on evaporation of the ether, 
purified by distillation. 

Salicylic aldehyde is an almost colourless oil with a fragrant odour 
of meadowsweet. Its constitution is as follows:— 

.CH 

HC/>CH 

HcIl^^'cOH 

C.CHO 

It has the following characters ; 

■ Spaoiflo gravity. 

Boiline-point .... 

Solid! tying-poiut . 


1-170 

l'J6° to 197° 
- 20 ° 
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It yields an oxime, melting at 57°, and a phenylhydrazone, melting 
at 96°. 

On oxidation it yields salicylic acid, melting at 155° to 156°, 


CiSnamic Aldehyde. 


Cinnamic aldehyde, C„H),0, is the principal odorous constituent of 
cinnamon and cassia oils, and is manufacture to a considerable extent 
artificially. It can be extracted from the oils in which it occurs by 
means of sodium bisulphite, the sodium bisulphite compound being 
decomposed with dilute sulphuric acid, and distilled in a current of 
steam. The preparation of artificial cinnamic aldehyde, which is used 
in perfumery as a substitute for the natural oils, is usually carried out 
by a condensation of benzaldehyde and acetaldehyde, according to the 
following reaction:— 

C,,IIr,. Clio + CH,CHO = 0,^ . CH : CH , CHO + H^O. 

A mixture of 10 parts of benzaldehyde, 15 parts of acetaldehyde, 
900 parts of water, and 10 parts of 10 per cent, solution of caustic soda 
are allowed to stand for ten days at 30° with constant stirring. The 
cinnamic aldehyde formed is extracted with ether and purified by 
fractional distillation. 

Cinnamic aldehyde is a sweet, odorous liquid, resembling cinnamon 
oil, but without its delicacy of odour. It has the following consti¬ 
tution : — 

CII 

HC'^'^'^CII 


UCx/® 

C.CH;CH.CHO 


Its characters are as follows:— 


Boiling-point 

„ „ »t HO inin 

Specific gravity 
Optical rotation . 
Refractive index . 
Melting-point 


252” to 254“ 
128° „ 180” 
1-0540 „ 1-0570 
+ 0 ° 
1-0195 
- 7-5“ 


Its phenylhydrazone melts at 168”, and its semi 


carbazone at 208°. 


I’henylacktio Aldehyde. 

Phenylacetic aldehyde, C,jH,jO, is one of the raosf important of 
modern synthetic perfumes. It has not been found naturally in essential 
oils. It possesses a powerful odour of hyacinths, and is extremely 
useful for the reproduction of all odours of this and the narcissus type. 

Phenylacetic aldehyde can be prepared by various methods, of which 
the following are the principal:— 

Methyl cinnainate ’ (16 parts) is dissolved in methyl alcohol (20 parts) 
and treated with bromine (20 parts). The mixture solidifies in the cold. 

' Bull. 8 )c. Ind. Mnlhinixe, 83 (1918), 805. 
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It is shaken with a solution of caustic soda (12 parts) in water (24 parts), 
the temperature being kept down to 40°. After two hours the mixture 
is neutralised with dilute suiphuric acid, and an oily layer separates. 
This is mixed with water (to 250 parts) and sodium carbonate (5’5 parts) 
added, and the aldehyde distilled in a current of steam, and extracted 
with ether, and the ether evaporated. The yield is about 75 per cent, of 
the theoretical. 

By allowing phenylmagnesium bromide to react with etboxyacetal, 
Spiith' has shown that the following reaction takes place:— 

CA • MgBr. + (OOjH,). CHj. CH(OCA)» 

= CjH,,0 . MgBr. + . CH(OCjHf,). ^^(OCaHr,). 

The ether thus formed reacts with a second molecule of magnesium 
phenylbromide, thus 

C,,H,,CH(0C2H,) . CH2(OCjH,,) 

= CjH'.OMgBr + C„H„ + C,H,;. 

On saponification this last compound yields vinyl alcohol and phenyl- 
acetaldehyde and alcohol, thus :— 

C„H,. CH: CH(OC.A) + HjO = C.Hj. . OHO -i- C.^H„OH. 

Phenylacetaldehyde can also be prepared by treating sodium cinna- 
mate with bromine, and then adding oxalic acid. The sodium salt of 
phenylbromolactic acid results. On steam distillation this gives off 00^, 
and yields phenylacetaldehyde (the reaction is probably more nomplioated 
than the equation indicates):— 


+ MgCABr 

CH:CH(aCA)- 


C„H,. CHBr . GHOH . COONa = 0,,H.. CH^. CHO + KBr + CO^. 

It also results by reducing phenylethyl alcohol in vapour with copper 
dust at 250°, when hydrogen is evolved ;— 

C,,H,,. CH/inpH = . CH„. CHO . + H„. 

Phenylacetaldehyde is very apt to polymerise, especially in the pres¬ 
ence of acid or alkali, so that its preparation in the pure state is a matter 
of some difficulty. It has the following constitution ;— 


CH 

hc^^Vh 


hc!!^^ch 

VcHj-CHO 


Its characters are as follows ; 


Boiling-point. 206° to 207° 

„ at 11 mm. 78° 

Refraot'vo index. 1-6300 

Specific giavity.1-086 


CcMic Aldehyde. 

Cumic aldehyde, or isopropyl-b^nzaldehyd^, is present in cummin oil 
and in the oils of boldo leaf, cassie flower oil, and, probably, in certain 

> MonaUlufte, 36 ( 1916 ), 1 . 
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eucalyptus oils. It is an oil of powerful odour, having t)ie formula CjoH,.p. 
Its characters are as follows:— ■' 


Boiling-point. 235° to 23C° 

„ „ at U mm.116° 

Spociflo gravity.0-982 


It yields a semi-carbazone melting at 210° to 211°, oxime melting at 
58° to 59°, and phenylhydrazone melting at 126° to 127°. 

Its constitution is as follows :— 

C—CHO 
Hc/^Cil 

HC^^CH 

(;.CH(CH,), 

It can l)e prepared by extiuotion from the oils in which it occurs by 
means of sodium bisulphite in the usual manner. 

On oxidation it yields cumiuic acid, melting at 114” to 115°. 


Methoxy-cinnamic Aldehydes. 


Ortho-raethoxy-cinnamic aldehyde is present in small amount in 
cassia oil. It has the coinpositiun and its physical characters 

are as follows :— 


Melliug-point.45° 

Boiling-point. 295° 

Melting-point o[ pbenylhydnusono.116° 

Para-methoxy-cinnamic aldehyde has been isolated from tan-agon oil. 
It has the following characters:— 


Boiling-point at 14 mni.170° 

Specific gravity.1-137 

Melting-point of oxime.188° 

„ „ „ semi-carliaiione ..;... 220° (?) 

„ „ „ phenylhydrazone.138° 


The constitution of these aldehydes is as follows ;— 


CH 

HC/\CH 

Hci^^C.O.CHj 

O.CHiCH.CHO 

o-methoxy-cinnamio aldehyde. 


C . 0 . CHj 

I 

I 

C.CHiCH.CHO 

p-methoxy-oinnamic aldehyde. 


The ortAo-compound yields, on oxidation by permanganate of potas¬ 
sium, methyl-salicylic acid melting at 99°, whilst the para-compound 
yields anisic acid melting at 184°. 

An aldehyde was isolated from the oil of the root of a variety of 
Chlorooodon, by Goulding and Pelly,’ which Friedlander ® has shown to 
be p-methoxy-cinnamic aldehyde. This aldehyde has been obtained 


'Proc. Ch«m. Soe., 24 (1908), 62. 


» Monalthefte, 30 (1909), 879. 
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artificially by Tiemann and Parrisius i by acting with chloroform on an 
alkaline solution of methyl resorcinol. 

Uydbocinnamic Aldehyde. 

Hydrocinnamic aldehyde, C,|Hj„0, exists in cinnamic bark oil. It 
has the constitution— 

CH 

hc^Vh 

C . CH^. CH^. GHO 

It forms a semi-earbazone melting at 130° to 131°. 

Paba-mkthyl-hydbocinnamic Aldehyde. 

This aldehyde is a homologue of hydrocinnamic aldehyde, having the 
following constitution:— 

C.Cll, 

IIC^'^CH 

G.CHjCH.GHO 

It is prepared 8> ntheticiilly and has an intensely powerful odour of 
the lily or lilac type. 


Anisic Aldehyde. 


Anisic aldehyde, G„H„0^„ is a methyl ether of para-oxy-benzaldohyde, 
which is found to a small extent in the oils of fennel and aniseed, it is 
manufactured on an extensive scale artificially, and is the basis of 
all the perfumes of the hawthorn or “ May blossom" type. It is 
known commercially as “ aubepine ”. A certain amount of anisic alde¬ 
hyde is obtained as a by-product in the manufacture of coumarin, but 
the greater part of it is obtained by very careful oxidation of anethol, the 
characteristic constituent of aniseed oil, which has the constitution— 


G,ft: 


^CH -GH. GH, 


\OGK, 


The aldehyde is obtained by gently warming the oil for about an hour 
with three times its volume of nitric acid (specific gravity I'l), and separ¬ 
ating the heavy oil so formed, and washing it with potash solution. The 
crude oil is agitated with a warm concentrated solution of sodium bisul¬ 
phite, with which the aldehyde combines, and the resulting crystalline 
magma is washed with alcohol-and pressed in blotting-paper, and dis¬ 
solved in warm water. Excess of sodium carbonate is added, when the 
aldehyde is liberated and floats on the surface of the liquid. It can be 

' Verichte, B (1880), 23CC. 
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further purified by distillation. It can also be prepared from phenol, 
which is treated in ethereal solution, with a mixture of hydrochloric and 
hydrocyanic acid gases, using zinc chloride as the condensing reagent. 
An imide hydrochloride is formed according to the following equation ;— 

/OH 

C,.H,,OH + HCN + HCl = C„H / 

\CH:NH.HC1 


which on reaction with water forms p-oxy-benzaldehyde— 


/OH /CHO 

C„H / + H,0 = + NH,C1 

\CH:NH.HC1 ^OU 


This on methylation in the usual manner yields anisic aldehyde. 
.Anisic aldehyde has the following constitution 

C.OHO 

h(/Ngii 

IICl^JcH 

C.OCH,, 


Its physical characters are as follows:— 

Boiling-point .. ^6° to 240° 

,, „ at 4 mm. 94’ 

Specific gravity.1’1275 

Optical rotation.+0’ 

Refractive index. . 1’5730 


It readily oxidises to anisic acid, melting at 184", so that it should be 
k(!pt in amber glass, well-stoppered bottles, in order to prevent oxidation. 
It forms a semi-carbazone melting at 203" to 204”, and two oximes, one 
melting at 63° and the other at 132". 

There is a solid “autepine” met with in commerce, which appears 
usually to be the sodium bisulphite compound of anisic aldehyde. 


Vanillin. 


Vanillin, C^^Il^Oj, is one of the most important synthetic perfumes. 
It is the active odorous ingredient of the vanilla pod, in which it occurs 
to the extent of about 2 per cent., appearing on the surface of the bean 
as a fine white crystalline efflorescence. It occurs naturally also in 
Sumatra benzoin (about 1 per cent.), Siam benzoin (’15 per cent.), and 
the balsams of Tolu and Peru (traces). Numerous other bodies have 
been recorded as containing it, such as asafeetida, beetroot and as¬ 
paragus, the seeds of Lujdnus albus, the seeds of liosa canim, etc. 

It was first artificially prepared by Tiemann from the glucoside coni- 
ferin, which occurs in the cambium of various coniferous woods. The 
constitution of vanillin is that of methyl protocatechuic aldehyde- 

C.CHO 

HCj^\,CH. 

HC’^^ jc.O.CHa 

C. OH 
Vanillin. 
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and coiiiferin, Gj.Pj^Os + 2HjO, which is a glucoside melting at 185°, 
was the substance which Tiemann first used for preparing vanillin from, 
and for whose process Haarmann and Eeimer took out a patent. Coni- 
ferin was decomposed, either by emulsin or by boiling with dilute acids, 
into glucose and coniferyl alcohol, C(,H 5 (OH)(OCH 3 )C 5 HjOH, and this 
body on oxidation yields vanillin; or the oxidation may take place first 
and the hydrolysis afterwards. The process then consisted of the follow¬ 
ing reactions. When coniferin is oxidised with an aqueous solution of 
chromic acid it is converted into gluco-vanillin 

C,H3(0.CH,)(0.C„H„03)(GH0), 

the glucoside of vanillin, a crystalline body melting at 170”. For this 
purpose a solution of 10 parts of coniferin in 200 parts of water is treated 
at the ordinary temperature with a solution of 8 parts of chi-omic acid 
dissolved in a small quantity of water, and the mixture allowed to stand 
for several days. Barium carbonate is then added to precipitate the 
chromium. The solution is evaporated to a small bulk, treated with 
alcohol and filtered. The filtrate on evaporation yields crystals of gluco- 
vanillin, meltitig at 170”. On treating this body with the ferment emulsin, 
or by boiling it with dilute mineral acids, it is decomposed into glucose 
and vanillin. The latter may be extracted with ether. This process, 
however, has only an historical interest to-day. 

The most impoi-tant method, however, by which vanillin is now pre¬ 
pared is by the oxidation of eugenol, the chief constituent of oil of cloves. 
This process proved the subject-matter of a patent taken oui in England 
in 1876 by Tiemann, and an almost simultaneous one in France by De 
Lairc. The eugenol was instructed to be separated by diluting the oil 
with three times its rolume of ether and agitating the ethereal solution 
with a dilute solution of potash or soda. The aqueous liquid is sciairated 
and acidified, and the eugenol separated by extraction with ether. The 
eugenol is first aeetylated by means of acetic anhydride, and the resulting 
acet-eugenol is dissolved in acetic acid and oxidised with permanganate 
of potassium. The liquid is then filtered, and rendered alkaline, and the 
whole is then evaporated, and the residue treated with moderately dilute 
acid, and extracted with ether. The ethereal solution is extracted with 
a solution of sodium bisulphite, which combines with the vanillin. The 
double sulphite compound is decomposed with dilute sulphuric acid, and 
the vanillin is extracted with ether, from which solvent it is obtained in 
fine white crystals. 

The best yield, however, is obtained by first converting the eugenol 
into iso-eugenol, OH . OCHj. C^H,. CH : CH. CH,, by treating it with 
solution of potassium hydrate. The acetylation product is oxidised, by 
which acetyl-vanillin is chiefly formed, which yields vanillin by splitting 
off the acetyl'group. 

Vanillin is also obtained by starting from meta-amido-benzaldehyde, 
which is converted into its diazo compound, which yields meta-oxy- 
benzaldehyde on treatment with water. These reactions may be repre¬ 
sented as follows;— 

/NH^"* . . /N3.NO3 

C,,H,( -t-NOHO-t-HNO,=C,H/ +2HjO 

^COHls' . \C0H 

Meta-amido-benzaldehyde. Biazo nitrate. 
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,N,.NO, /OH"i 

c,h/ +h,o=c,,h/ +N,+IIN0, 

\C 0 H \COHi’> 

Meta-ozybenzaldehyde. 

The meta-oxybenzaldehyde ia then nitrated and methylated, by which 
means jwra-nit^o«^e^a-methoxy-benzaldehyde 

C,,H 3 . NO/i. OCH/". COH"i 

is formed. By reduction this is altered to the corresponding aniido- 
aldehyde, which ia again diazotised and the amido-group replaced by 
hydroxyl in the usual way, when fiaro-oxywjeto-methoxy-henzaldehyde 
results, which is, of course, identical with vanillin, or proto-catechuie 
aldehyde methyl ether, CuMj. COH'. OCHj’’. OH<. Another compli¬ 
cated method, which is the subject of a patent, is to nitrate meta- 
methoxy-cinnamic acid methyl ester, by which means the corresponding 
•»t<!f«-methoxy-pa»’a-nitro-cinnamic methyl ester is formed. This body, 
. OCII;,"''. NOji'*’. (C^H/lOjCHAi'i is hydrolysed and the free acid 
is converted into its ammonium salt, which ia dissolved in water and 
reduced to the corresponding mcfa-methoxy-para-amido-cinnamic acid. 
This ia diazotised in the usual way, and the amido-group is replaced by 
hydroxyl, by which means an acid termed ferulic acid is formed. This 
is TOcln-methoxy-pant-oxycinnamic acid, G,,H 3 {OCHj)OH . (CjIIjCOOH). 
This acid is oxidised (best as an acetyl compound) with potassium per¬ 
manganate, and thus converted into vanillin. The two methods last 
described, viz. those starting from meto-oxybenzaldehyde and methoxy- 
cinnamic acid are only of theoretical interest. 

Vanillin is also produced in several ways from guaiacol. recent 
patent (D.R..P. 189,307—German patent) for this is as follows: Guaia¬ 
col is treated with hydrocyanic acid in the presence of hydrochloric acid 
and zinc chloride. The reaction mass, after foi'ty-eight houre, is treated 
with hot water and filtered; the unaltered guaiacol is removed by ex¬ 
tracting the vanillin from ethereal solution by means of sodium bi¬ 
sulphite and recovering it in the usual manner. Care must be taken to 
remove all traces of guaiacol, as the slightest taint with this phenol 
entirely spoils the odour and flavour of the vanillin. 

Another method of obtaining vanillin from guaiacol is as follows; 
Formic aldehyde is allowed to react with guaiacol in the presence of 
phenylhydroxylamine sulphonate:— 

/OH H. /SOjH 

C„H,< +H.COH+ )n.C„h/ 

\CH., OH^ ^CHa 

OH. .OH 

)C„H 3 .CH 2 .N( ■ -t-HoO 

OCH/ \C„H,(HSOj)(OH) 

This body gives up another molecule of water, yielding 

OH. /HSO 3 

>C.,H,.CH;N.C„h/ 

OCH/ • • \OH 

which, on hydrolysis by means of sodium acetatp, yields vanillin and a 
methyl-amido-sulphonic acid. 
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Guyot and Gey have prepared vanillin by a synthesis depending on 
the property possessed by compounds containing two carbonyl groups in 
juxtaposition, of condensing with guaiacol giving products from which 
it is easy to pass to vanillin. 

Acetylglyoxylio acid 

CH,—CO—CO—COOH 
for example, yields with guaiacol the compound 

OH 

/\0CH., 

CO-CH., 

C -OH 
COOH 

which is converted by oxidation into vanilloyl carboxylic acid 
(CH,P)(On)0„Ha-CO-COOH. 

This latter, when heated at 150" to 160" C. with dimethyl-p-toluidine is 
decomposed with the production of vanillin. 

Vanillin yields a number of well-defined crystalline derivatives, of 
wliich the following are the principal: Bromovanillin, 

C„H2Br(CHO)(OCH3)(OH), 

melts at 160" to 161° and results when an aqueous solution of vanillin is 
tieated with bromine. lodo-vanillin melts at 174'. Vanillin methyl 
ether melts at 42' to 43°, and the ethyl ether at 64' to 65". The oxime 
melts at 121“ to 122°. 

Vanillin forms fine white needles melting at 81' to 82°, or when 
absolutely pure at 82° to 84°, and possessing an intense vanilla odour. 
Some of the cheaper commercial samples are heavily adulterated with 
the quite odourless compound, acetanilide. The effect of this body is to 
lower the melting-point even if present in large quantity, but it is very 
easily detected, as by boiling with solution of potash, aniline is formed, 
which is easily detected by any of the usual naictions. A quantitative 
separation may be effected as follows; The substance is dissolved in 
ether and the liquid repeatedly shaken with concentrated solution of 
sodium bisulphite. The vanillin is thus extracted, and the ether, after 
being w’ashed twice with water, is allowed to evaporate, w’hen the acet¬ 
anilide remains. This will then be found to have a melting-jwint close 
to 113°. A little isovanillin, C|,H 3 (OHO)’(OH)“(OCH 3 )*, is occasionally 
Ijresent. but this is due to the fact that it is generally formed in small 
quantity vvith vanillin, in many reactions. 

Acet-iso-eugenol, one of the intermediate todies in the manufacture of 
vanillin, is sometimes found in commercial samples; it lowers the melt¬ 
ing-point of the sample, yields acetic acid in hydrolysis, and gives a fine 
red colour with strong sulphuric acid, whereas pure vanillin only gives a 
lemon-yellow colour. Benzoic acid is also found as an adulterant. This 
is easily detected by the high acid value of the substance (vanillin is 
neutral), and by dissolving the sample in ether, extracting the vanillin by 
means Ol sodium bisulphite solution, and neutralising the residue from the 
ethereal solution with potash, dissolving it in water, and testing it with a 
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neutral solution of ferric chloride, when red ferric benzoate is precipi¬ 
tated. 

In examining vanilla beans the determination of the vanillin is a 
matter of importance. Busse recommends the following process for the 
determination: 20 grams of the pods, crushed with sand, are exhausted 
with ether in a Soxhlet tube, and the ethereal extract is shaken out with 
20 per cent, sodium bisulphite solution. From the latter, vanillin is re¬ 
moved by treatment with dilute H^SO.,, the SO.^ generated removed by a 
current of CO^, and the vanillin extracted by shaking out with ether, 
evaporating the solvent and weighing the l esidue. in East African vanilla 
the author found 216 per (Hint, of vanillin, in that from Ceylon VIB per 
cent., and in Tahiti vanilla from I’OO to 2'02 per cent. Tiemai.n and 
Haarman found in the best Bourbon vanilla I'94 to 2'90 per cent., in the 
l)est .Java vanilla 2'75 ])er cent., and in Mexi(jan vanilla from 1'7 to I f) 
per cent. Tahiti vanilla soiiKitimes contains less than 1 pei’ cent, of 
vanilla. 

in suspected cases the crystals on the beans should be carefully 
se)iarated and examined foi’ lienzoic acid as above described. 

Ilanus^ i-ecommends that /J-naphthyl hydnizinii hydrochloride should 
be added to the solution of vanillin in such proportion that from two to 
three parts are present for each j)art of vanillin. After standing for live 
hours the pi’ecipitate is transferred to a tared lilter, washed with hot 
water until the washings no longer precipitate silver nitrate, diied at !)0" 
and weighed. Thu weight of the hydrazine formed, divided by ]'92 gives 
that of the vanillin present. This nuithcKl is available in all oases where 
an aqueous solution of the vanillin can be prepared. 

Ilanus has more recently recommended the following method for the 
determination of vanillin in vanilla beans and in preparations thereof.'^ 
Three grams of the crushed pods are extracted foi' three hours in a Soxhlet 
tube with ether, the solvent distilled off cautiously, and the residue dis¬ 
solved in a little ether, the solution filtered and the filtrate evaporated 
cautiously. The I’esidue is treated with 50 c.c. of water at 60° on a 
water-bath ; 0 25 gram of ■»{(’fa-nitr-obenzhydrazide is their added to the 
aipreous solution in a stoppered flask, which is kept for two to three hours 
at 60”, and then set aside with occasional shaking for twenty-four hours. 
The vanillin is precipitated quantitatively as vanillin-mcfa-nitrobenzhydi-a- 
zone, NO.,. C,.H,. NH,. N ; CH . C,iHj(OCH,). OH. The precipitate 
is washed with three successive quantities of petroleum ether to remove 
fat, then washed with water, and then again with petroleum ether, and 
then dried at 100“ for two hours. The weight, multiplied by 0'4829 
gives the amount of vanillin present. Preparations of vanillin are 
treated similarly, alcohol being removed by evaporation. The presence 
of other aldehydes, such as heliotropin, of course, will vitiate, the results. 

Essence of Vanilla .—The substance sold under this name is, properly, 
a spirituous extract of the vanilla bean. Many samples, however, ai-e 
little more than alcoholic solutions of artificial vanillin, coloured with 
caramel. Some samples, which cannot bo described as adulterated, con¬ 
tain a little coumarin or other odorous substance, added to vary the 
characteristic vanillin odour and flavour somewhat. 

A genuine extract can be recognised By the fact that it contains some 
dark red or red-bi'own resin, soluble in 50 per cent, alcohol, but pre¬ 
cipitated on further dilution. 

' Analyst, xxv. 318. 


Z»U., 50 , 1022 , l.W. 
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Coumarin, or extract of Tonka beans, which contain coumarin, may 
))e detected as follows; A small quantity of the essence is evaporated to 
dryness, the residue fused with caustic potash, saturated with hydro¬ 
chloric acid and treated with a drop of ferric chloride solution. If 
coumarin be present, a violet colour duo to the foiunation of salicylic acid, 
will be pi-oduced. 

Winton and Silverman' recommend the following methods for ex¬ 
amining essence of vanilla:— 

De-alcoholise 25 grams of the extract in an evaporating dish upon a 
water-bath, at a temperature of about 80° C., adding water from time to 
time to retain the original volume. After removal of the alcohol, add 
normal lead acetate solution, drop by drop, until no more precipitate 
forms. Stir to facilitate flocculation of the precipitate, filter through a 
moistened filter, and wash three times with a few c.c. of hot water. 
Cool the filtrate and extract with ether by shaking out in a separator. 
Use 16 c.c. to 20 c.c. of ether at each separation, repeating the process 
three or four times, or until a few drops of the ether, evaporated upon a 
watch glass, leaves no residue. Place the combined ether extracts con¬ 
taining all of the vanillin and coumarin in a clean separator, and shake 
out four or five times with 2 per cent, ammonia, using 10 c.c. for the 
first, and 5 c.c. for each subsequent shaking. 

Set aside the combined ammoniacal solutions for the determination 
of vanillin. 

Wash the ether solution into a weighed dish, and allow it to evapor¬ 
ate at the room temperature. Dry in a desiccator and weigh. Usually 
the dried residue is pure coumarin. Treat the residue with 5 c.c. to 10 
c.c. of cold petroleum ether, boiling between 30° C. and 40" C., and decant 
off the clear liquid into a beaker. Bepeat the extraction with petroleum 
ether until a drop, evaporated on a watch glass, leaves no residue. Dry 
the dish for a few moments in a water oven, cool and weigh. Subtract 
the weight of the dish and the residue (if any) from the weight previously 
obtained after evaporation with ether, thus obtaining the weight of pure 
■coumarin. Allow the petroleum ether to evaporate at the room tempera¬ 
ture, and dr}', if necessary, in a desiccator. The residue should be 
cr)'stalliue and have a melting-point of 67" G. This, with the character¬ 
istic odour of coumarin, is sufficient for its identification. 

Slightly acidulate the reserved ammoniacal solution of vanillin with 
10 per cent, hydrochloric acid. Cool and shake out in a separatory 
funnel with four portions of ether of about 16 c.c. to 20 c.c. each. 
Evaporate the ether at room temperature in a weighed platinum dish, 
dry over sulphuric acid, and weigh. Treat the residue with boiling 
petroleum ether (boiling-point 80°) decanting into a dry Iwaker. Bepeat 
the treatment until all vahillin is removed. Dry the dish and residue (if 
any) for a few moments at • 100° C. and weigh; deduct the weight from 
the weight of the ether residue. The difference is the weight of the 
vanillin. Evaporate the petroleum ether at ordinary temperatures, and 
dry in a desiccator. The residue should he crystalline, and melt at 80“ C. 
to 81" G. 

Tests for Carmml .—Valuable indications of the nature of an extract 
are obtained in the process of determination of vanillin and coumarin. 
Pure extracts of vanilla beans give, with lead acetate, a bulky, more or 
less glutinous, brown-grey precipitate, and a yellow or straw-coloured 

* Jour. 4mer. Chmt. Soc., 24 , 1128 . 
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filtrate, whereas purely artificial extracts coloured with caramel give a 
slight dark brown precipitate and a dark brown filtrate. If both vanilla 
bean extract and caramel are present the precipitate is more or less bulky 
and dark coloured, and the filtrate is more or less brown. The solution 
remaining after extraction of the vanillin and coumarin with ether, if 
dark coloured, should be .tested for caramel. 

The most satisfactory test for caramel is to shake with fuller’s eai-th, 
as recommended by Crampton and Simons. If the colour is due to 
caramel and a grade of fullci-’s earth is used, which experience has 
proved suitable, the solution, after filtering, is yellow or colourless. This 
test does not positively identify the colour, as some other brown sub¬ 
stances may give similar reactions, but no such substance is liable to be 
present in vanilla extract. 

Winton and Bailey determine vanillin, coumarin, and acetanilide 
(which is sometimes found as an adulterant of artificial vanillin, and 
theiefor(! indicates its presence) in the following manner, which is a 
modification of the method devised by Hess and Prescott ■ •— 

Twenty-five grama of the essence are weighed into a 200 c.c. beaker, 
marked to indicate volumes of 25 c.c. and 50 c.c. The essence is diluted 
with water to 50 c.c. and evaporated on a water-bath to 25 c.c. at a 
temperature not exceeding 70’. It is now again diluted to 50 c.c. and 
evaporated to 25 c.c. Solution of acetate of lead is then added until no 
further precipitation takes place. The liquid is then, after being well 
stirred, filteied through a moistened filter paper, and washed three times 
with hot water, so that the total filtrate does not exceed 50 c.c. The 
filtrate, when cold, is shaken with 20 c.c. of ethei' in a separator. The 
ether is separated, and the liquid extracted with three further portions of 
15 c.c. of ether. The combing ether extracts "are then shaken with 10 c.c. 
of 2 per cent, ammonia solution and with three subsequent portions of 5 
c.c. The ethereal solution is reserved (B) and the combined ammoniacal 
solutions are rendered slightly acid with 10 per cent, hydrochloric acid. 
The liquid is then extracted four times with (ither, and the ether evapor¬ 
ated and the residue dried at room temperature, and finally in a desic¬ 
cator and weighed (A). If acetanilide is absent, this may be taken as 
pure vanillin, which should melt at 79” to 81°. If acetanilide has been 
detected {rkie infra), the residue should be dissolved in 15 c.c. of 10 per 
cent, ammonia, and the liquid shaken twice with ether. The ether, on 
evaporation, will leave a residue of acetanilide, which is dried at room 
temperature and then in a desiccator and the weight deducted from the 
“ vanillin ” {.\) previously weighed. The total amount of acetanilide is 
the'amount thus obtained, together with that present in the ethereal 
solution (B) reserved above. The latter is transferred to a tared dish and 
the ether allowed to evaporate at room temperature. The residue is dried 
in a desiccator and weighed. It is then extracted several times by stir¬ 
ring well with petroleum ether, which is decanted each time. If the 
residue is thus completely dissolved, it may be taken to be entirely 
coumarin. Any undissolved residue is probably acetanilide (melting-point 
112° to 113”) and its weight deducted from the total residue gives the 
coumarin. 

The acetanilide here found is added to the amount extracted with the 
vanillin to give the total amount present. 

The presence of acetanilide in these residues may be confirmed by 

’ Jour. Amer. Chem. Sac. ( 1899 ), 256 . 
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boiling the residue for two to three minutes with HCl, and when cool, 
adding a few drops of 0’5 per cent, of chlorinated lime solution, in such a 
manner that the liquids do not mix. A fine blue colour results it acetani¬ 
lide be present. 

Commercial essence of vanilla is usually made with about 5 per cent, 
of vanillas, the menstruum varying in strength from 40 to 60 pei- cent, 
alcohol in the best varieties. Sugar is sometimes added, but not always. 
The average vanillin content is O'l to 0'2. Much higher values than 
these indicate the presence of synthetic vanillin. 

I)ox and Plaisance* have described the following method for the 
determination of vanillin in extracts of vanilla. It depends on the use 
of thiobarbiluric acid in the presence of 12 per cent, hydrochloric acid 
as a precipitating agent. Th(! priicipitate consists of a condensation 
product 3-methoxy-l-hydroxy-hnnxal-malonyl-thiourea. The method 
of procedure is as follows: 25 c.e. of the extract is freed from alcohol, 
transfeiTed to a 50 c.c. standard flask, and filled up with lead acetate 
solution. After standing for several hours at about 37° C., the contents 
of the flask are filtered thi ough a dry filter. The filtrate should he a 
straw colour, indicating absence of caramel. Forty c.c. of thi! filtrate is 
transferred to another 50 c.c. flask, and sufficient concentrated hydro¬ 
chloric acid is added to make the volume 50 c.c. After standing a few 
minutes the. lead chloride, is removed by filtration and 40 c.c. of the 
filtrate is taken for the determination. On adding thioharhituric acid in 
12 per cent, hydrochloric acid solution, an orange-coloured preci])itate 
results, which, after standing overnight, is filtered on a Oooch filter, 
washed with 12 per cent, hydrochloric acid, and dried at 98". A coirec- 
tion is made for the solubility of the condensation product which amounts 
to 2’6 milligrammes. The conversion factor for the vanillin equivalent 
to the weight of condensation product obtained is 0’5462, oi- V,. 
coiTecting for the solu' ility and the aliquot part taken. Thus, the weighi 
of precipitate obtained from 64 per cent, of 25 c.c. of extract was 0'450 
and corrected for solubility 0-476, equivalent to 0-026 gramme of vanillin 
or 0-16 per cent, of the original extract. 

The method is not applicable to artificial extracts where caramel is 
added, since caramel contains furfural derivatives which react with thio. 
barbituric acid. A delicate test for caramel is the reaction with phloro. 
glucinol. After clarification and removing excess of lead as chloride, ci 
the addition of a solution of phloroglucinol, a brown precipitate is formed 
If caramel is absent a delicate rose-pink colour or a slight pink pi-ecipitah 
may he obtained. 

Hkliotkopine. 

This body, also known as piperonal, is a white crystalline compounc 
possessing a powerful odour of heliotrope. It is the methylene ether o 
protocatechuic aldehyde, of the constitution— 


/ 


.CHO") 


C.;H,f 




\ 


0*1 


)CII, 


The source from which it was originally made is the base piperine 

^ Amer. Jour. Chein. (1^6)r 491* 
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CijH.jNOj. Ground pepper, preferably white Singapore pepper (which 
contains up to 9 per cent, of the alkaloid), is mix^ with slaked lime 
and water, and the whole evaporated to dryness on a water-bath. The 
dry mass is then extracted with ether, which deposits the piperine on 
evaporation; or the pepper may be exhausted with alcohol, and the 
alcohol recovered. The semi-solid residue is mixed with potash solution, 
and the insoluble powder left is washed with water and recrystallised 
from alcohol, when the piperine is obtained nearly pure. When boiled 
with solution of caustic potash in alcohol, the base is converted into 
potassium piperate, which on oxidation with potassium permanganate 
yields heliotropin. The heliotropin of commerce, however, is manu¬ 
factured by the oxidation of safrol. This body (q.v.) and its isomer 
isosafrol yield large quantities of heliotropin on oxidation with potassium 
permanganate or chromic acid. 

To prepare heliotropin from isosafrol (which results from the isomerisa¬ 
tion of safrol with alkalis), 6 parts of isosafrol are treated with a solu¬ 
tion of 25 parts of potassium bichromate, 38 parts of concentrated 
sulphuric acid, and 80 parts of water. The reaction product is steam 
distilled and the distillate is extracted with ether, and the heliotropin 
obtained is purified by means of alkaline bisulphite in the usual manner. 

Heliotropin melts at 37°. but its perfume is injured by exposure to a 
temperature several degrees below this, and it should always be stored in 
cool dark places. In very hot weather the stock may with advantage be 
kept dissolved in alcohol, ready for use. Its perfume is a powerful helio¬ 
trope odour, and is improved by blending it with a little coumarin or 
vanillin, or with bergamot, lemon, or neroli oil. Attention should be 
drawn to the fact that the fancy perfumes whose names resemble helio¬ 
trope are usually mixtures of heliotropin—the cheaper ones being chiefly 
acetanilide, the more expensive ones containing vanillin or coumarin. 

Heliotropine forms a number of well-defined crystalline compounds, 
which are suitable for its identification. Bromopiperonel 

C„H,Br. (CH0)(02CH2) 

is prepared by treating heliotropine dissolved in carbon bisulphide, with 
a slight excess of bromine. It forms crystalline needles melting at 129°. 
The oxime of heliotropine exists in two isomeric forms, one melting at 
110‘ to 112°, and the other at 146°. The semi-carbazone melts at 146°. 
It also yields a mononitro-derivative which melts at 94’5°, and on oxida¬ 
tion yields piperonylic acid melting at 228°, which on ixiduction yields 
piperonyl alcohol melting at 51°. 


Asakylic Aldehyde. 


Asarylio aldehyde, CiijHi 204 , is present in calamus oil, and also re¬ 
sults from the oxidation of asarone. It has the constitution— 


C.CHO 


CHjO. Ci 




CH 


HOf jC.OCHj 
C. OCH., 


VOL. II. 


13 
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Asarylic aldehyde is a crystalline body melting at 114”, and yields 
asario acid on oxidation, which melts at 144°. 

Fabinyi and Sz6ki' give the following details of the compounds 
yielded by this aldehyde, which are serviceable for identification pui-poses. 

When the aldehyde is heated on the water-bath with 25 per cent, 
hydrochloric acid, it yields a triphenylmethane derivative, nonamethoxy- 
triphenylmethane, a body consisting of snow-white crystals, melting at 
184-5". The action of concentrated nitric acid upon the solution in 
glacial acetic acid of this triphenylmethane derivative gives rise to 
1, 2, 5-trimethoxy-4-nitrobenzene (melting at 130°). With bromine, 
nonamethoxytriphenylmethane combines, with separation of a molecule 
of trimethoxy bromobenzene, into a tribromo additive compound of 
hexamethoxy diphenylmethane, a deep violet-blue body. The 1, 2, 5-tri- 
methoxy-4-bromobenzetie (melting at 54'5) may be obtained more readily 
and from asaronic acid. 


Pkkilltc Aldishyde. 


Perillic aldehyde, (!j||H| 40 , is present in the essential oil of I'erilla 
‘nankinensLi. It has been examined by Semmler and Zaar,“ who isolated 
it from the oil by means of its sodium sulphite compound. Perillic 
aldehyde has the following characters:— 


Boiling-point at 10 mm. 
Specific gravity at 18° 
Befractive index. 
Specific rotation . 


Its constitution is as follows:— 

on—c 




H.,Gr 


'/\gh.,'^ch, 


H,Gl^^jGH 

G.GHO 


104° to 105° 
0-9617 
1-50746 
- 146“ 


By reduction with zinc-dust and acetic acid it yields the acetic ester 
of perillic alcohol, from which the alcohol itself is separated by saponi¬ 
fication. 

The oxime of perillic aldehyde melts at 102°, and when heated with 
acetic anhydride in presence of sodium acetate, is converted into the 
nitrile of perillic acid, a liquid having the following characters:— 

Boiling-point at 11 mm.117° 

Specific gravity at 20°.0-944 

Befractive index. 1-4977 

Specific rotation.- 11,5“ 

On saponification the nitrile yields perillic acid, G^PnOj, a solid 
body having the following characters;— 

Melting-point.130° to 131“ 

Boiling-point at 10 mm, pressure.164° „ 165° 

Specific rotation .- 20° 

Dibromoperillic acid melts at 166° to 167°. 

These results show that the structure of jierillio aldehyde is similar to 
' BerklUe, 43 (1910), 2676. » Itid., 44 , 62 and 816. 
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that of limonene, and that, consequently, the reducible double bond is 
next to the aldehydic group. 

When perillic acid is dissolved in live times its weight of amyl 
alcohol and is reduced by sodium at the Iwiling temperature, dihydro- 
peiillic acid, Cj„Hj,iOj, is obtained. This acid melts at 107° to 109° C. 
By the reduction of its methyl ester by means of sodium, dihydroperillic 
alcohol is formed, which is a liquid with a rose odour and having th(( 
following characters:— 


Boiling-point at 10 mm.lid" to 115° 

Specific gravity at iy‘'.0*0281 

Optical rotation.+0'^ 

Hcfractive index.1*4810 


Myktknal. 


Myrtenal, CmHi^O, is an aldehyde found in the oil of Perilla mnkin- 
ends, associated with perillic aldehyde. It is also formed by the reduc¬ 
tion of myi-tenol, an alcohol of the formula occurring in oil of 

myrtle leaves. Myrtenal has the following characters :— 


Boiling-point at 10 mm.87“ to 90“ 

S]M!ciiic gravity at 20“. 0*9876 

Refractive index. 1 *5042 

Melting-point of semi-carbazone. 230° 

„ „ oxime.71° to 72° 


Its constitution is- 


CH 


/ 


ILC,' 


HC' 


C(CH, 


^CH., 


JCH 


/• 

CHO 


Aromadisndbal. 


This aldehyde has been isolated from various Eucalyptus oils by 
Baker and Smith. It has a pleasant odour resembling that of cumic 
aldehyde, with which Schimmel Co. have considered it to be identical. 
This, however, is improbable, and Baker and Smith * consider it to have 
the formula GiHijO, which would make it to be a lower homologue of 
the terpenic aldehydes. Its physical characters, however, are somewhat 
doubtful, as specimens isolated from the oils of Eucalyptus liemiphloia 
and Eucalyptus salnhris show. These are as follows;— 


Boiling-point 
Specific gravity 
„ rotation 
Refractive index 


Krom K. From B. 

flemiphloia. Salubri.4. 

210° 218° to 219° 

0*9478 0*9576 

49° 12’ - 90° 25' 

— 1*6141 


' Jour. Proc. Roy. Soc., N.8.W. (1900), xxxiv. 
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It forms an oxime melting at 86°, and a phenylhydrazone melting at 
104° to 105°, or possibly a few degrees higher. It also forms a naphtho- 
cinchoninio acid melting at 247°, and on oxidation yields aromadendric 
acid melting at 137° to 138°, when dried at 110°. 


Phdllandbal. 


Phellandral, C,„Hj,|0, is a hydroaromatic aldehyde of the consti¬ 
tution— 


C.CHO 


OH 


incGH,), 

It occurs in oil of water-fennel, from which it can be extracted by 
means of its bisulphite of sodium compojind. It also results from the 
oxidation of j8-phellandrene. 

Phellandral has the following charactei-s ;— 

Boiling-point at 6 mm.89“ 

Specific gravity. 

Optical rotation.- 36“ 30' 

Befractive index.1'4911 

It is a liquid with an odour of cummin oil. It forms a semi-car- 
bazone melting at 204° to 205°, and an oxime melting at 87° to 88°. Its 
phenylhydrazone, which melts at 122' to 123°, is not vfery serviceable lor 
identification purposes, as it very rapidly resinilies. 

On oxidation with moist silver oxide or even by exposure to the air 
it yields an acid, tetrahydrocuminio acid (of which it is the corresponding 
aldehyde) melting at 144° to 145". This body is very useful for the 
identification of the aldehyde, and is'easily prepared in the following 
maimer. A few grams are exposed in a watch glass to the air for three 
or four days, when a crystalline mass results, which is purified by com¬ 
bination with sodium hydroxide in aqueous solution, extracting the 
solution with ether, and precipitating the free acid by means of sulphuric 
acid. If the aldehyde be oxidised by means of potassium permanganate, 
it yields a dibasic acid of the formula Cj|Hm 04 , melting at 70° to 72°. 

Nok-tkicycloeksaktalaii. 

This aldehyde, which has the formula CjiHjjO, appears to be the 
only aldehyde with eleven atoms of carbon yet found in essential oils. 
It was isolated from santal oil by Schimmel & Co.,’ who gave the follow¬ 
ing details in regard to it: It was separated by means of its bisulphite 
compound, ahd was found to have the following characters:— 

Boiling-point at 6 mm.86° to 87° 

..761 „ . . .. - - . 222° 224° 

Specific gravity at 20“.0'9988 ^ 

• Optical rotation.- 38" 48' 

Befractive index. . '.1'4889 

Molecnlar rcbaction.47’2 

’ Btporl, October (1910). 122. 
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It forms a semi-carbazone melting at 223° to 224° and an oxime, 
which was liquid, and boiled at 136° to 137° at 7 mm. It is probable 
that this aldehyde is identical with that obtained by Semmler ‘ as a de¬ 
composition product of tricycloeksantalal. To substantiate this belief, 
Schimmel & Go. transformed the aldehyde into teresantalic acid. Twelve 
c.c. of the aldehyde were heated for ninety minutes with 24 c.c. of acetic 
anhydride and 2'6 grams of sodium acetate to boiling under a reflux 
condenser. The reaction mixture was washed with water, and fraction¬ 
ated, the resulting product being found to be a mixture of mono- and di¬ 
acetates. By oxidation by means of permanganate of potassium, in 
acetone solution, teresantalic acid, melting at 148° to 152°, was obtained. 
The identity of this acid with the teresantalic acid occurring naturally in 
santal oil was established, and the following figures indicate the differ¬ 
ences—doubtless due to want of purification between natural nor-tricyclo- 
eksantalal, and that obtained from santalol:— 


Boiliug-poiat 
Specific gravity . 

Optical rotation . 
Refractive index . 
Molecular refraction . 
Semi-carbazone . 
Nor-tricgc/oekeantalic acid 
Teresantalic acid . 


From E.I. Sandalwood Oil 
(Schimmel & Co.). 

86° to 87° (6 mm.) 
0-9938 
- .38° 48' 


47-20 

melting-point 223° to 224° 
„ ,. 91° „ 93° 

„ „ 148° „ 152° 


From Santalol 
(Semmler). 

92° to 94° (11 mm.) 
(HI964 
- 30-8° 
1-48301 
47-00 
224° 

93° 

156° 


This aldehyde has the following constitution :— 

H 

.C- 

\/™' .0 

C—CH,—Cf 


H,C 


CH, 


\ 


H 


HC-^ 


\ 


-C—CH, 


Santalal. 

This aldehyde, CijHjjO, was isolated from santal oil by Guerbet* 
who consider^ it to have the formula Ci^Hj^O. It has the following 
characters;— 


Boiling-point at 10 mm.152° to 156° 

Specific gravity at 20°. 0-996 

Optical rotation.-I- 13° to -f- 14° 

Refractive index.1-51066 

Melting-point of semi carbazone.about 230° 

„ „ „ oxime. .-.104° to 105° 


It yields santalic acid, Cj^H^jO,, on oxidation. 


‘ Berkhte, 43 (1910), 1890, 


Coniyfes retidus (19(X)), cxxx. 417. 
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Pabnesal. 

Pavnosol, C|f,Hjj|,0, yields, on oxidation, the aldehyde famesal, C„,H,,0. 
It forms a semi-carbazone melting at 133° to 135". Its characters are as 
follows 


Boiling-point at 11 mm.173° 

Specific gravity at 18°.0’898 

Uofractive index.1‘1996 


6. KETONES. 

Ketones are bodies of the type E . CO . R', where R and R' may be 
identical or different radicles. Ketones are prepared either by the oxida¬ 
tion of secondaiy alcohols or by the distillation of the calcium salts of the 
corresponding acids. Like the aldehydes, the ketones, in genenil, give 
condensation pioducts with hydroxylamine and with phenylhydrazine. 
They also, as a general nile, form semi-carbazones. The following is a 
useful method for determining whether a ketone is present in a given 
mixture. Ry acetylating the oil, with a consequent saponification the 
amount of alcohols present is indicated. The specimen is then treated 
with sodium and alcohol, which will reduce most ketones to their cor¬ 
responding alcohols. The reduced oil is now acetylated and saponified. 
If it now shows a greater alcohol value this is probably due to the 
presence of ketones. Ketones may frequently be determined by absorp¬ 
tion by acid or neutral sodium sulphite, but the generally most useful 
method is that based on the reduction of the ketoues to alcohols. To 
carry out this pi'ocess 15 c.c. of the mixture is dissolved in 60 c.c. of 
absolute alcohol in a flask attached to a reflux condenser. Prom 5 to 6 
grams of sodium in small pieces are then added, and the mixture kept at 
the boiling-point. When the metal is dissolved the mixture is cooled, 
and the oil is washed with water until quite neutrel, after having Ireen 
washed firet with acetic acid. The amount of alcohols present is then 
estimated by the usual acetylation process, and compared with that fottnd 
in the unreduced sample. The difference is accouirted for by the amount 
of ketone present. 

Only a few of the ketones of the fatty series are found as natural con¬ 
stituents of essential oils, the majority of them belonging to the aromatic 
or hydroaromatic series. The following members of the open-chain 
series are found in essential oils:— 

Acetone. 

Acetone, GHj. CO . CH,, is found in the distillation waters of a few 
essential oils such as that of the Atlas cedar. It is a mobile and very 
volatile liquid, miscible with water and with oils, and having the follow¬ 
ing characters;— 

Specific gravity.0‘7985 

Boiling-point.56“ to 67° 

It forms an oxime melting at 59“ to 60°, and a jjara-bromphenyl- 
hydrazo’’.e melting at 94°. 
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Methyl-amyl Ketone. 

This ketone, of the constitution CHj. CO . CHj. CHj. CH^. CH.^. CHj, 
is found in oils of clove and cinnamon. It can bts isolated hy means of 
its sodium bisulphite compound. Its charactevs are as follows:— 


Specific gravity.0'82C 

Boiling-point 151° to 162° 

Melting-point of semi-carbazonc.122° „ 12.S° 


Ethyl-amyl Ketone. 

Ethyl-amyl ketone, CH.,. CH.^. CO . CII^. ClI^. CH^. CH^. CHj, has 
been isolated from Fi’ench lavender oil. Its characters ai'e as follows:— 


Specific gravity.0 825 

Boiling-point.110° 

Refractive index.1-4154 

Melting-point of scmi-carbazone.117-5° 


It does not form a crystalline compound with sodium bisulphite. 


Methyl-heptyl Ketone. 

This ketone has been isolated from oil of rose, and in traces, from oil 
of cloves. It has the following eonstitution:— 

OH,,. CO . CII,. CHj . CH.J. CH,.. CHj. Cll,. CH,. 

Its characters are as follows;— 

Specific gravity.0-835 

lloiling-point.130° 

„ ,, at 15 mm.80° to 82° 

Melting-point.- 17° 

It forms a crystalline semi-carbazonc melting .at 118" to 119°. Its 
oxime is liquid. On oxidation with hypobromite of sodium it yields capiy-lic 
acid. 


Methyl-nonyl Ketone. 

Methyl-nonyl ketone, 

CHj . CO . CHj . CH., . CHj . CHj . CHj . CHj . CHj . CHj . CHj, 

is the principal constituent of French oil of rue. It is a solid compound 
of low melting-point, having a characteristic odour of rue. Its charactei-s 
are as follows;— 

Specific gravity. 0-8295 

Boiling-point. 233° 

Melting-point.-f 13° 

It yields an oxime melting at 46° to 47°, and a semi-carbazone melt¬ 
ing at 123° to 124°. 


Methyl-hep-tenonb. 

Methyl-heptenone, CjHjjO, occurs in various essential oils, especially 
lemon-grass oil, in which it is associated with, and difiScult to separate 
from, the aldehyde citral. 
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It is a liqjuid of strong odour, recalling that of amyl acetate, and has 
the constitution:— 

Cfl,, 

>C: CH. CHs. CHa. CO. CHj. 

CH,/ 

Methyl-heptenone has the following characters:— 

From Lemon- From Decomimsi- 
gnua Oil. tion of CitniL 

Boiling-point.17S® 173“ to 174° 

Specific gravity.0‘866 0‘866G 

Refractive index at 15°. 1-4380 — 

Optical rotation.+0° +0° 

It forms a semi-carbazone melting at 136° to 138°, which can be ob¬ 
tained as follows: Ten c.c. of methyl-heptenone are dissolved in 20 c.c. of 
glacial acetic acid, and a mixture of 10 grams of semi-carbazide hydro¬ 
chloride and 15 grams of sodium acetate dissolved in 20 c.c. of water are 
added. After half an hour the semi-carbazone is precipitated by the 
addition of water, and recrystallised from dilute alcohol. 

Methyl-heptenone also forms a bromine derivative which is well suited 
for the identification of the ketone. This body, which has the formula 
CsHjjBrgO . OH, melts at 98° to 99°, and is obtained as follows: Three 
grams of methyl-heptenone are mixed with a solution containing 3 grams 
of caustic soda, 12 grams of bromine, and 100 c.c. of water. After a 
time an oily substance is deposited, which is extracted with ether. The 
solvent is evaporated, and the residue, redissolved in ether, is treated with 
animal charcoal and filtered. On slow evaporation the product is ob¬ 
tained in well-defined cry'stals. 

Methyl-heptenone combines with sodium bisulphite. On reduction 
by means of sodium and alcohol, it forms the corresponding alcohol, 
methyl-heptenol, CgHijOH, which has the following characters:— 

Boiling-point ......... 174° to 176° 

Specific gravity.0-850 

Refractive index. 1-4489 

This alcohol has been identified in oil of linaloe. 

Ciamician and Silber' have found that light has a marked effect on 
methyl-heptenone. The ketone was kept in a glass flask, exposed to 
the light for five months, the flask being exhausted of air, which was 
replaced by oxygen. When the seal was broken, the contents of the 
flask were found to be at reduced pressure, and the oxygen was mainly- 
converted into carbon dioxide. 

The methyl-heptenone was decomposed, with the formation of acetone, 
a ketonic glycol. CgHijO,, and a hydroxydiketone, CjHj^Og. 

Diacktyl. 

Diacetyl, CHg. CO . CO. CH„ is a diketone found in the distillation 
waters of santal, caraway, orris, savin, pine, and other essential oils. 
It has the following characters:— 

Boiling-point . . . '. . . ' . . . 87° to 88° 

. Specific gravity at 22°. 0-9734 

Melting-point o! osazone-. 243° 

„ „ „ phenylhydrazone.188° to 184° 

■Berfcfcfa, 46 (1918), 3077. 
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PUMIIiONE. 


Pumilone, CgHj^O, has been isolated from the oil of Pinus pumiUo. 
It is a ketone having the characteristic odour of the oil, and tvhose 
characters are as follows 


Specific gravity . 
Boiling-point 
Optical rotation , 
llcfractive index. 


o-gsii 

216° to 217° 
- 15° 
1-4646 


lONONE. 


The ketone, ionone, is one of the most important of all the synthetic 
perfumes, and one most valued by perfumers as being indispensable for 
the preparation of violet odours. 

In 1893, after many years of patient research, Tiemann and Kruger ^ 
succeeded in preparing this artificial violet perfume which they termed 
ionone. The chemical relationships of this body are so interesting and 
important that Tiemann’s work is here dealt with fairly fully. 

The characteristic fragrance of the violet is also possessed to a con¬ 
siderable extent by dried orris root (iris root), and believing, although 
apparently erroneously, that both substances owed their perfume to the 
same body, Tiemann and Kruger used oil of orris for their experiments, 
instead of oil of violets, of which it was impossible to obtain a sufficient 
quantity. The root was extracted with ether, the ether recovered, and 
the residue steam distilled. The non-volatile portion consists chiefly of 
resin, irigenin, iridic acid, and myristic acid, whilst the volatile portion 
consists of myristic acid and its methyl ester, oleic acid, oleic anhydride, 
oleic esters, and the characteristic fragrant body which they termed 
irone. Irene (q.v.) has the formula C,jHj„0, and is an oil scarcely 
soluble in water. The smell of this oil is quite unlike violets when in 
concentrated form, but if diluted, resembles them to some extent. Irone 
is clearly a methyl ketone of the constitution— 


OH, CH, 

\/ 


C 


CH. CH: CH . CO . CH, 

Hc|^ JcH. CH, 

CH, 

In oi-der to attempt to synthesise irone, experiments were made 
which finally led to the condensation of citral with acetone, in the 
presence of alkalis. Irone was not obtained, but an isomer, which 
Tiemann called pseudo-ionone, as follows:— 


C„H,,0 -h (OH,),CO = 0„H„0 + H,0. 
Pseudo-ionone is an oil, having the following characters:— 


Specific gravity at 20° . . ... . . . 0'89B0 

Refractive index. 1-58346 

Boiling-point at 12 min.143° to 145° 


Jierkhte, 26 (1893), 2675. 
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If pseudo-ionone be heated with dilate sulphuric acid and a little 
glycerine, it is converted into another isomeric ketone, the now well- 
known ionone CjjHjjnO. 

This body is now recognised to be a mixture of two isomeric ketones, 
known as o-ionone and /8-ionone. The commercial article, which is a 
mixture of the two ketones has approximately the following char¬ 
acters :— 

Boiling-point.126“ to 128° at iO inin. 

Specific gravity.0’935 to 0'940 

Refractive index.1'5035 „ 1’5070 

Optical rotation. +0° 

It has a characteristic violet odour, and at the same time recalls the 
vine blossom. Tiemann originally assigned to this body the formula— 

CH, ClI,, 

\/ 

C 

HaC/\cH. CH: CH. CO. CH., 

HC'^JcH.CH,, 

CH 

But further researches on the chemistry of citral caused him later to 
support the formula— 

CH, CIL, 

\ / 

C 

H..Cj^ \,CH. CH : CH. CO. CH, 

HjcI^^C.CH, 

CH 


which is now accepted as representing a-ionone. 

Barbier and Bouveault, * however, assigned to it the unlikely 
formula— 


CH„ 


/CH,- 


-C(CH,) 


-\ 


CH,-C(CH,), 


^C.CHtCH.CO.CH, 


Tiemann later - succeeded in resolving ionone into the two isomeric 
compounds, which he terms a-ionone and /8-ionone. Tiemann and 
Eriiger obtained ionone by heating pseudo-ionone with dilute sulphuric 
acid. De Laire, using strong acid, obtained a quite similar body, but 
.one which yielded different derivatives. This body is the original iso- 
ionone, or, as it is now called, 8-ionone. a-Ionone is prepared from the 
commercial product by converting it into the crystalline oxime, which 
is recrystallised from petroleum, and regenerating the ketone by means 
of dilute sulphuric acid, when a-ionone results. It has the constitution 
given above, and its characters are as follows;— 

‘ Comptes rendus (1897), 1308. * JkrichU , 31 (1898), 808, 867. 




THE CONSTITUENTS OE ESSENTIAL OILS 


203 


0-934 

1-4990 

to 128° ftt 12 mm. 
89° to 90^ 

107° 

142“ to 143“ 


Specific gravity . 

Refractive index 

Boiling-point.127' 

Melting-point of oxime 

„ „ „ semi-carbaxone 

„ „ „ bromphonylhydrazone 

/S-ionone is obtained from the commercial mixture by means of the 
semi-carbazone, which crystallises more readily than the corresponding 
derivative of the a-ketone, and can thus be sepai-ated. 

The constitution of j8-ionone is— 

CII„ CIIj 

\/ 

C 

H„Cr^\c.CII; CH.CO.cn.. 


H.,Ci, 


CH. 


Its charactei-s are as follows 


Specific gravity. 0-949 

Boiling-point.134° to 135° at 12 mm. 

Refractive index. 1-.5198 

Melting-point of soini-carbazonc . . . 148° to 149" 

,, „ „ bromplienylliydiazone . 116° „ 118" 

Some of the most important modern work, which has led to good 
practical results, on the ionone question, is that of Dr. Philippe Chuit. 
Recognising the distinct differences between a-ionone and /3-ionone from 
a perfumer’s ))oint of view, Chuit has devoted considerable time to de¬ 
vising practicable methods for their separation. The chief constituent 
of the ionone of commerce is a-ionone. By the use of concentrated 
sulphuric acid in the cold, the principal isomerisation product of pseudo- 
ionone appears to l)e /3-ionone, and under the name violettone this pro¬ 
duct was put on the market. Numerous patents have been taken out- 
for the preparation of the sepai-ate ionoues, which need not be here dis¬ 
cussed. Although ionone does not readily combine with alkaline bi¬ 
sulphite, yet it does so by prolonged boiling with the solution of bisulphite, 
a discovery made by Tiemann and utilised by him to remove impui-ities 
from crude ionone. Further, it was shown that the hydrosulphonic 
compound of a-ionone crystallised more readily than that of ;8-ionone, 
whilst the corresponding compound of )3-ionone was the more easily- 
decomposed by a current of steam. These facts constituted a step 
towards the effectual separation of the isomeric ionones. 

It has been proved that whilst concentrated sulphuric acid at a low 
temperature caused isomerisation of pseudo-ionone, so that the resulting 
product consists chiefly of /3-ionone, the use of phosphoric, hydro¬ 
chloric, and hydrobromic acids at low temperatures j-ields chiefly a-ionone. 

In conjunction with Bachofen, Chuit has devised a method for 
separating the isomeric ionones depending on the following facts. The 
method is based on the insolubility of the sodium salt of the hydrosul¬ 
phonic compound of o-ionon? in the presence of sodium chloride, whilst 
the corresponding j8-oonipound remains in solution. If sodium chloride 
be added to a hot solution of the hydrosulphonic compounds, separation 
of the a-salt takes place slowly as the solution cools, and the salt 
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crystallises in fine white scales, which can be recrystallised from hot 
water. The / 8 -compound remains in solution. 

As an example of the efficacy of this separation the following is given : 
5 grams of a-ionone and 5 grams of / 8 -ionone were boiled with bisulphite 
solution for four jind a half hours. To the solution, measuring 165 c.c., 
40 grams of sodium chloride were added. On cooling and standing, 11 
grams of moist crystals ware obtained, which on decomposing in the 
usual manner, by caustic soda solution, yielded on steam distillation 5 
grams of a-ionone. The / 8 -ionone was recovered from the mother liquor 
with a trifling loss. 

The composition of the ordinary hydrosulphonic sodium compound 
of a-ionone is, according to Chuit, 

(CijHjiO . SOjNa . )a -I- 3HjO, 

whilst that of / 8 -ionone is . SOjNa - 4 - 2 H 3 O. 

From the point of view of practical perfumery, Chuit points out that 
the possession of the two pure isomei'S enables perfumers to produce 
numerous shades of violet perfume, with characteristic and distinct 
odours, a-ionone has a sweeter and more penetrating odour, rather re¬ 
sembling orris than violets, whilst / 8 -ionone is said to more closely 
resemble the true fresh violet flower. 

Patents covering the separation of the ionones are numerous. 

The following is a copy of the provisional and complete specifications 
provided by the original patentee. The patent has now expired. Further 
examination of the bodies in question has shown that a few unimportant 
details require correction:— 

Provisional Specification. —I, Johann Carl Wilhelm Ferdinand Tiemann, member 
of the firm of Eaarmann & Reimer, of Holz ninden, residing at Berlin, Qermany, do 
hereby declare the nature of this invention to be as follows:— 

I have found that a mixture of citral and acetone, if it is subjected, in the 
presence of water, for a sufficiently long time to the action of hydrates of alkaline 
earths or of hydrates of alkali metals, or of other alkaline agents, is condensed to a 
ketone of the formula C„Hj,0. This substance, which I term " Pseudo-ionone," 
may be produced for instance in shaking together tor several days equal parts of citral 
and acetone with a solution of hydrate of barium, and in dissolving the products of 
this reaction in ether. 

The residue of the ether solution is fractionally distilled under a reduced pressure 
and the fraction is collected, which boils under a pressure of 12 mm. at a tempera¬ 
ture of from 138° to 155° C., and from it the unattocked oitrai and unchanged acetone 
and volatile products of condensation are separated in a current of steam, which 
readily carries of! these bodies. 

The product of condensation remaining in the distilling apparatus is purified by 
the fractional distillation in vacuo. Under a pressure of 12 mm. a liquid distils off 
at a temperature of from 14.3° to 145° G. This product of condensation which I term 
“ Pseudo-ionone " is a ketone readily decomposable by the action of alkalis. Its 
formula is G^H^oO, its index of refraction is nD = 1-527, and its specific weight 
0-904. 

The pwudo-ionone has a wculiar but not very pronounced odour; it does not 
combine with bisulphite of sodium as most of the ketones of the higher series, but, 
in other respects, it possesses the ordinary characteristic properties of the ketones, 
forming, in particular, products of condensation with phenylhydrazine, hydroxyl- 
amine and other substituted ammonias. 

Although the odour of the pseudo-ionone does not appear to render it of great 
importance for its direct use in perfumery, it is capable of serving as raw material 
for the production of perfumes, the pseudo-ionone being converted by the action of 
dilute acids into an isomeric ketone, which I term “lonone,” and which has most 
valuable properties for perfumery purposes. This conversion may be effected, for 
exantple, by heating for several hours in an oil bath 20 parts of “pseudo-ionone” 
with 100 parts qf water, 2-5 parts of sulphuric acid, and 100 parts of glycerine, to the 
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boiling-point of the mixture. The product resulting from this reaction is dissolved 
in ether, the latter is evaporated, and the residue subjected to the fractional distilla¬ 
tion in vacuo. The fraction distilling under a pressure of 12 mm. at a temperature 
of from 126° to 135° C. is collected. This product may bo still further purihod by 
converting it by means of phenylhydrazine or other substituted ammonias into a 
ketone condensation product decomposable under the action of dilute acids. 

The ketone derivatives of the pseudo-ionone are converted under similar condi¬ 
tions into ketone-derivatives of the ionone. The pure ionone corresponds to the 
formula CijH^O, it boils under a pressure of 12 mm. at a temperature of about 128° 
G., its specific weight is 0'935, and its index of refraction nX) = 1-607. 

The ionone has a fresh flower-perfume recalling that of violets and vines, and is 
peculiarly suitable for being used in perfumery, confectionery, and distillery. 

The ionone, when subjected at a higher temperature to the action of hydroiodio 
acid, splits off water and gives a hydrocarbon corresponding to the formula CuH,,, 
boiling under a pressure of 12 nun. at a temperature of from 106° to 112° C. This 
hydrocarbon is converted by strong oxidising agents into an acid of the formula 
0,2^jO|, molting at a temperature of 214° C. 

Complete S}iecificatmi.—J, Joharm Carl Wilhelm Ferdinand Tiemann, member 
of the firm of Haarmann & Rcimer, of Holzminden, residing at Berlin, Germany, do 
hereby declare the nature of this invention, and in what manner the same is to be 
performed to be particularly described and ascertained in and by the following 
statement: — 

1 have found that a mixture of citral and acetone, if it is subjected in the 
presence of water for a sufticiently long time to the action of hydrates of alkaline 
earths or of hydrates of alkali metals, nr of other alkaline agents, is condensed to a 
ketone of the formula CiglLjgO. This substance, which T term “ Pseudo-ionone,” 
may be produced, for instance, in shaking together for several days equal parts of 
citral and acetone with a solution of hydrate of barium, and in dissolving the pro¬ 
ducts of this reaction in ether. 

The residue of the ether solution is fractionally distilled under a reduced pressure 
and the fraction is collected, which boils under a pressure of 12 mm. at a temperature 
of from 138° to 158° C. and from it the unattaoked citral and unchanged acetone and 
volatile products of condensation of acetone by itself are sonarated in a current of 
steam, which readily carries off these bodies. 

The product of condensation remaining in tho distilling apparatus is purified by 
the fractional distillation in vactui. Under a pressure of 12 mm. a liquid distils off 
at a temperature of from 143° to 145° 0. This product of condensation of citral with 
acetone, which I term “ Pseudo-ionone,” is a ketone readily deconiposable by the 
action of alkalis. Its formula is C^HmO, its index of refraction mD = 1-527, and 
its specific weight 0-304. 

The pseudo ionone has a peculiar, but not very pronounced odour; it does not' 
combine with bisulphite of sodium as most of tho ketones of the higher series, but 
in other respects it possesses the ordinary characteristic properties of tho ketones, 
forming, in partic ular, products of condensation with phenylhydrazine, hydroxyl- 
amine, and other substituted ammonias. 

Although the odour of the pseudo-ionone does not appear to render it of great 
importance lor its direct use in perfumery, it is capable of serving as raw material for 
the production of perfumes, the pseudo-ionone being converted by the action of dilute 
acids into an isomeric ketone, which I term ” Ionone," and which has most valuable 
promrties for perfumery purposes. This conversion may be effected, for example,, 
by heating for several hours in an oil-bath 20 parts of “ pseudo-ionone ” with 100- 
pacts of water, 2-6 parts of sulphuric acid, and 100 parts of glycerine, to the boiling- 
point of the mixture. 

The product resulting from this reaction is dissolved in other, the latter is 
evaporaM and the residue subjected to the fractional distillation in vacuo. The 
fraction distilling under a pressure of 12 mm. at a temperature of from 125° to 135° 
C. is collected. This product may be still further purified by converting it by means 
of phenylhydrazine or other substituted ammonias into a ketone condensation pro¬ 
duct decomposable under the action of dilute acids. 

The ketone derivatives of the pseudo-ionone ace converted under similar condi¬ 
tions into ketone-derivatives of the ionone. The pure ionone corresponds to the 
formula 0uHg,O, it boils under a pressure of 12 mm. at a temperature of about 128° 
0., its specific weight is 0-986, and its index of refraction nD = 1-607. 

The ionone has a fresh flower-perfume recalling that of violets and vines, and is 
peculiarly suitable for being used in perfumery, confectionary, and distillery. 

The ionone, when subjected at a temperatue surpassing 100^ C. to the action of 



206 


THE CHEMISTRY OP ESSENTIAL OILS 


bydroiodic acid, splits oil water and gives a hydrocarbon corresponding to the 
iormula CpH^, boiling under a pressure of 12 mm. at a temperature from 106° to 
112 ’ C. This hydrocarbon is converted by strong oxidising agents into an acid o£ the 
formula melting at a temperature of 214° C. 

Having now particularly described and ascertained the nature of this invention, 
and in what manner the same is to be performed, 1 declare that what I claim is 

1. A now chemical product termM pscudo-ionone obtained by the reaction of 
oitral upon acetone in the presence of alkaline agents and subsequent treatment of 
the products, substantially as described. 

2. A new article of manufacture termed ionoue suitable for perfumery and the like 
and having the characteristics hereinbefore sot forth, obtained from psoudo-ionone 
referred to in the preceding claim, substantially as described. 

3. The process for the production of the pseudo-ionouo referred to in the first 
claim, consisting in the subjection of a mixture of citral and acetone to the action of 
an alkaline agent, and in purifying the product of this reaction, extracted by means 
of ether, by fiactionai distillation, substantially as described. 

4. The process for the production of the iouone referred to in the second claim, 
consisting in treating the pseudo-ionone referred to in the first claim or its ketone 
condensation products with phenylhydrazine or other ammonia derivatives, finally 
with acids, substantially as described. 

The commercial product, as put on to the market, was originally a 
10 per cent, wolution of ionone in alcohol. This was due not only to 
the expensive nature of the product, but also to the fact that its odour is 
very intense, and when pure, not like that of violets. Ten grams of 
this solution are sufficient to produce 1 kilo of triple extract of violets 
when diluted with pure spirit. But to-day 100 per cent, violet perfumes, 
such as the violettone, above mentioned, are regular commercial articles. 
The perfume is improved both for extracts and soaps by the addition of 
a little orris oil, but in the author’s opinion the odour of ionone is not 
nearly so delicate as that of the natural violet, although far more powerful. 

With regard to the practical use of ionone, which sometimes presents 
a difficulty to perfumers, Schimmel & Go. have published the following 
remarks:— 

“ This beautiful article maintains its position in the front rank of 
preparations for perfumery, and will probably remain without a rival 
.among artificial perfumes for some time to come. Although the violet 
scent has long been a favourite perfume, its popularity has doubled 
through the invention of ionone, and it is not too much to gay that the 
introduction of that body alone has made it possible to produce a perfect 
extract. Some of the leading European perfumers produce violet extracts 
which may bo recommended as examples of excellence, and which have 
deservedly become commercial articles of the first importance. The 
inventors of ionone have earned the gratitude of the entire })orfumery 
industry, and may be congratulated in turn upon the remarkable success 
of their invention. 

“ As we have already pointed out on a previous occasion, the pre¬ 
paration of a violet extract in which ionone is made to occupy its due 
position is not such an easy task as is often assumed; on the contrary, 
it requires a long and thorough application. 

" To obtain a perfect result with ionone is an art in the true meaning 
of the word, and on that account no inexperienced hand should attempt 
it. We again and again lay stress upon this fact, because in our business 
we are constantly brought face to face with people who think that they 
can . make a suitable violet extract by simply mixing alcohol with ionone 
solution. This view is quite wrong. The employment of ionone pre¬ 
supposes above everything else that the user is acquainted with the 
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peculiarities of the article and knows how to deal with them. Again 
and again the uninitiated come to us with the complaint that ionone 
has no odour at all, or that it smells disagreeably, although, as a matter 
of fact, these objections are usually withdrawn upon closer acquaintance 
with the article. The assumptions in question are only due to a blunting 
of the olfactory nerves, or, more correctly, to a nasal delusion, which 
also occm-s sometimes in the case of other flower odours and to which 
people are known to be particularly liable when smelling freshly 
gathered violets. 

“ The principal thing in connection with the employment of ionone 
is to discover its proper degree of dilution. In its natural state the 
body is so highly concentrated as scarcely to remind one of violets. 
This is the reason why it was placed in trade in the form of a 10 per 
cent, solution, and not in its pure state. This form has proved an ex¬ 
ceedingly useful one. In using it for extracts, powders, sachets, etc., 
the solution must be further diluted and fixed with some orris oil, civet, 
and musk.” 

]>y using acetone homologues, homologous or reduced iouones are 
produced whicdi have inhsnse odours of a similar character. 

The above remarks apply to the commercial product known as ionone. 
There are, however, numerous other patents in existence for the pre¬ 
paration of artificial violet oil. The complete specification of one of 
these reads as follows:— 

I, Alfred Julius Boult, of 111 Hatton Garden, in the County of Middlesex, 
Chartered Patent Agent, do hereby declare the nature of this invention and in wiiat 
manner the same is to be performed, to be particularly described and ascertained in 
and by the following statement;— 

This invention relates to a process for manufacturing hitherto unknown oils 
having a violet scent. 

Patents No. 8,VSC of 1 May, 1893, and No. 17,539 of 18 September, 1893, describe 
the manufacture of ionone, which is an essential oil, boiling at 128° under 12 mm. 
pressure, and of specifio gravity of 0'935. This oil is optically inactive. 

The final product of the process according to the present invention is an oil 
boiling at 142" to 150" 0. under 12 mm. pressure and of specific gravity of from 0'94 to. 
0-96. It differs from ionone by having when concentrated a very strong scent similar 
to that of sandalwood by producing a left-handed rotation of a polarised ray and by 
having when diluted a scent more closely approaching that of natural violets than 
docs that of ionone. 

Analysis shows that this oil consists of several ketones of the group CjjHjnO of 
higher bniling-points and greater density than those of ionone. These ketones are 
optically active, and both their existence and their artificial production have been 
hitherto unknown. 

The process employed in carrying out this invention is as follows; A mixture of 
1 to IJ parts acetone (45 kg.), 1 part of lemon-grass oil (38 kg.), IJ to 2 parts of 
alcohol (75 kg.), 1 to 2 parts of a concentrated lime-free solution of chloride of lime 
(75 kg.), to which is added a little cobaltous nitrate (80 gr.) dissolved in water, is 
Iwiled during six to eighteen hours at a temperature of 70° to 80° C. in a reflux cooling 
apparatus. 

The alcohol and the excess of acetone are first distilled off and then an essential 
oil is obtained, which, after the first distilled portion (about 4 kg.) of specific gravity 
0-88 has been removed, represents the stuff for producing artificial oil of violets. It 
is an essential oil with a.boiling-point of 155° to 175° at 12 mm. pressure (about 25 kg.). 

This oil is heated at 110° C, with a solution of bisulphate of sodium of 11° Beaume 
(42 kg. for 3fi0 litres of water) in a vessel with a mixing device until the samples 
distilled every day show that the ^t running, which has an unpleasant smell, has 
reached the density of 0'936. This happens after about eight days (the first running 
being about 8 kg.). 

The crude product (about 17 kg.) in the vessel is then purified by fractional dis¬ 
tillation, all the bad-smelling parts being removed, so that finally there lemains an 
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oil oI a density of O'fllS to 0-952 (16° 0.) boiling at 142° to 150° under 12 mm. pres- 
Bures ' 

The lightest portion of this oil has a specific gravity of 0’945 and boils at 142° C. 
under 12 mm. pressure; the largest portion of it, which has the pleasantest and 
strongest smell, boils at 149° C. and has a specific gravity of 0*953. Analysis has 
shown that both substances belong to the group of ketones OisHjjO. 

By using other ketones instead of acetone homologous substances may be obtained. 
The product obtained by the above-described process contains no iouone, for it 
contains no ingredient boiling at 128° C. under the pressure of 12 mm. and having 
a specific gravity 0*935. The violot-like smell of the product obtained according to 
the present invention is the result of the presence of substances which are different 
from ionone, as their specific gravity and their boiling-point are higher than those of 
ionone. The new product has the advantage that it can bo manufactured in a very 
simple and economical manner, and as its smell is much more like that of real 
violets than is the smell of ionone, and as it is more constant and less volatile than 
ionone, it is much morn suitable for artificial violet scent than the “ ionone ” which 
has hitherto been the only artificially made substance known for this purpose, and 
which is much more difficult to manufacture. 

Having now particularly described and ascertained the nature of the said inven¬ 
tion as communicated to me by my foreign correspondents and in what manner the 
same is to be performed, 1 wish it to be understood that I do not claim anything 
described and claimed in the Specifications of Letters Patent Nos. 8,736 and 17,539, 
A.D. 1893, granted to Johann Carl Wilhelm Ferdinand Tiemann, but I declare that 
what I claim is:— 

1. As an article of manufacture an essential oil having the smell of violets, 
boiling at 142° to 150° C. under a pressure of 12 mm. and of a specific gravity of 0*'J48 
to 0*952 (15° C.). 

2. A process for the manufacture of hitherto unknown oils having tiie smell of 
violets, which oils have a higher boiling-point and higher specific gravity than 
ionone. 

3. A process for the manufacture of hitherto unknown oils boiling at 155° to 
175° C. under the pressure of 12 mm., which can be converted into violet-smelling 
oils of higher specific gravity and higher boiling-point than those of ionone by being 
boiled with different substances, such, for instance, as bisulphate of sodium. 

4. The manufacture of homologous substances by using other ketones instead of 
acetone, 

5. A process for the manufacture of artific’al essence of violets consisting in 
causing lemon-grass oil, alcohol, acetone, and concentrated solutions of salts of 
hypochlorotts acid to react on one another at the boiling temperature. 

6. Process for manufacture of artificial essence of violets consisting in causing 
lemon-grass oil, alcohol, acetone, and concentrated solutions of salts of bypochloroua 
acid to react on one another at a boiling temperature, cobaltous nitrate being added 
if desired. 

The patentees state that their invention relates to the preparation 
of cyclic ketones of the same group as ionone, but with higher boiling- 
points and higher specific gravity. They claim to have proved that, 
corresponding to the pseudo-ionone of the patent No. 8,736 of 1893, 
which distils at 143° to 145° (12 mm.), and which finally gives the ketone 
ionone of boiling-point 126° to 128° (12 mm.), and specific gravity 
0*936 (20 C.), there exists also an iso-pseudo-ionone which distills at 
149° to 151° (12 mm.), and which gives iso-ionone of boiling-point 133° 
to 136° (12 mm.), and sjmoifio gravity 0*943 (20 C.), and further that 
there exists still another iso-pseudo-ionone which distils at 157° to 160° 
(12 mm,), and which gives a cyclic ketone of boiling-point 142° to 146°’ 
and specific gravity 0*960 (20 C.). 

They also claim that large quantities of iso-pseudo-ionone are formed 
in the process of Tiemann's patent, and which can be separated by dis¬ 
tillation, coming over at a higher temperature than the ordinary’ pseudo- 
ionone. 

According to Hanriot'ionone can be detected in very minute amount 
by the following reaction ; If traces of it be dissolved in concentrated 
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hydrochloric acid, the liquid becomes of an intense golden colour, and 
if the solution be warmed with chloral hydrate, a dirty violet colour 
results. The violet colouring matter is extracted by ether, and if the 
ether be evaporated a water-soluble violet-coloured residue is left. 
This test will detect 1 part of ionone in 2000. 

Skita ^ has studied the reduction of ionone by means of palladium 
chloride. The reduction-product, dihydroionone, boils at 121° and 122° 
(14 mm.); it possessed a faint odour of oedarwood. By the same 
method, /3-ionone yields a dihydroionone boiling at 126° to 129° (12 mm.J. 
When the reduction is continued until hydrogen ceases to be absorbed, 
both o- and ;3-ionone yield tetrahydroionono, boiling at 126“ to 127° 
at 13 mm. 

The fact that the reduction of a- and /3-ionone affords two different 
dihydroionones indicates that the double linkage in the side chain is 
the first to be saturated. This agrees with the fact that continued re¬ 
duction leads to the same tetrahydroionone. 

/CH., 

G 

H/;/ \OH . CH.^. CH^. CO . CHj 
ClI 

Dihydroionone from a4ouone. 


n^c/^CH. CHj. CH.. CO . CHs 

HjC'^Jc.CH, 

CH, 

Diliydroionone from /S-ionoue. 


H,c^^cn, 

c 

HaCr^^Cn. CHj. CHj. CO. CH, 

Hjicl^yCH. CH, 

CH, 

Tetrahydroionone. 


Kishner “ has prepared the hydrocarbons corresponding to the iso¬ 
meric ionones, in which the oxygen atom is replaced by the hydrogen 
atoms. These two hydrocarbons, C^H,,, are a-ionane and j3-ionane. 
Their characters are as follows:— 


Boiling-point . 

20 ° 

Specific gravity at ^ 
Beiractive index 


a-iouane. S-icaaiie. 

. 220° to 221° 224° to 225° 

0-853 0-816 

1-4784 1-4725 


Their constitutions are as follows;— 

^’\cr"\cH, 


CH,. 


CH 


/ 


CH,-CH,-CH=CH-CH1^^CH 

c 


• i 


H, 


> Btrielik, 45 (1912), 3312. » Jour. Phyn. Cliim. Busk., 43,1398. 

VOL. II. 14 
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CH, 


ch/ 


CH 

'ch 


C 


OH, 


fi ionane. 
IboN£. 


Irone is the odorous ketone present in oil of orris. It is isomeric 
with ionone, having the formula CjjHj „0 and the constitution— 

CH, 

HaC.HCj^VH 

H 3 C . OC. HC: HC. HC'.^ JcH 
C(CH,), 

It has also been prepared synthetically by Merling and Welde,' by 
condensing A^-oyolocitral with acetone. 

Irone is a colourless oil, having an odour resembling that of violets. 
It has the following characters:— 

Boiling-point at IG mm. 144° 

Specific gravity.0'940 

Refractive index.I'SOll 

Optical rotation.about + 40° 

It forms an oxime. CuH,,,: NOH, melting at 121-6°. If a 10 per cent, 
solution of irone in glacial acetic acid be allowed to stand with ^-brom- 
phenylhydrazone, crystals of irone p-bromphenylhydrazone separate 
which melt, after repeated recrystallisation from methyl alcohol, at 
174“ to 175°. Irone also forms a tbiosemi-earbazone melting at 181°. 

A ketone isomeric with irone has been isolated from oil of oassie 
flowers. It is possible that this is /3-ionone, but its identity has not yet 
been established. 

Mbthyl-hbxanone. 


Methyl-l-hexanone-3, CjHuO, is found naturally in pennyroyal oil, 
and is obtained by the decomposition of pulegone. It is an aromatic 
liquid having the following characters 


BoUing-poim 

Specific gravity ^ 
4 

Optical rotation . 


167° to 168° 
0-911 
+ 11 ° 21 ' 


Its semi-oarbazone melts at 182° to 183°, and its oxime at 43° to 44°. 
Its constitution is— 

CH.CH, 
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Santenone, Cj,H,jO, is a lower homologue of the regular “ terpenio ” 
ketones of the formula C,jHijO. It occurs naturally in sandalwood oil, 
and may be obtained by the oxidation ofisosantenoJ, the alcohol resulting 
from the hydration of santene. Santenone has the following char¬ 
acters :— 


Melting point. 

Bpecifio rotation (in alcohol). 

Boiling-point. 

It forms a semi-carbazone melting at 222° to 224". 
>f santenone is as follows:— 


CH, 


H,C, 


HjCl 


H—C—CH, 


CO 


CH,. 


H 


68° to 61" ‘ 

- 4° 40' 

193° to 195° 

The constitution 


Sahina Ketone. 


Sabina kbtone, CmH^O, is not a natural constituent of essential 
)ils, but is of considerable interest on account of its utility in the 
synthesis of other ketones. 

It results from the oxidation of sabinenic acid with peroxide of lead, 
sabinenic acid itself being an oxidation product of the terpene sabinene. 

It is a liquid having the following characters :— 


Boiling-point. 

Specific gravity. 

Refractive index. 

Optical rotation. 

It forms a semi-carbazone melting at 141“ to 142°. 
.8 probably as follows;— 


218° to 219° 

0-958 
1'4700 
- 24° 41' 

Its constitution 


CO 


HCk \ch, 

H,c’,\ IcHj 

\V' 

C.CHlCHa)^ 

Wallach * prepares sabina ketone in the following manner: Twenty- 
live grams of sabinene are treated with 60 grams of potassium per- 
nanganate, 13 grams of caustic soda, 400 c.c. of water, and 4(X) grams 
jf ice. The mixture is well shaken and the unchanged hydrocarbon is 
distilled off in a current of steam. Manganese dioxide is then filtered 
off, and the sodium sabinenate separated by concentrating the filtrate, 

■The melting point 48° to 52° given in Vol. I. was,apparently determined on an 
impure specimen. 

Mnnolen, 359 (1908), 265. 
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vhen the salt crystallises out. This is then oxidised by potassium 
jermanganate in sulphuric acid solution. 

Kotz and Lemien ’ have recently converted sabina ketone into its 
lomologue methyl-sabina ketone, (l„HjjO, by first converting it into 
lydroxymethylene sabina ketone by Claisen’s method, and then reducing 
ihis ketone, when the homologue results. It is a heavy oil, boiling at 
!21° and having the following formula :— 

CO 

hc/Nch.ch., 

I I 

G.CII(CH,,)3 

Vebbbnonb. 


This ketone, C,,, 11 , 40 , is found naturally in oil of vervain, the true 
'erbena oil. It has, when isolated from this oil, the following char- 
kcters:— 

Boiling-point.103" to 101° at 16 mm. 

Specific gravity. 0'974 at 17" 

I^fraclive index. 1'499.5 

Optical rotation. -H 66° 

The natural ketone is, however, probably contaminated with traces of 
erpenes. 

Verbenone results from tbe auto-oxidation of turpentine oil, d- 
mrbenone resulting from the oxidation of American, and Z-verbenone 
rom that of French, oil of turpentine. When purified by decomposition 
)f its semi-carbazone. the characters of (i-verbenone are as follows;— 


Boiling-point.927° to 228" 

„ „ at 16 mm. 100° 

Specific gravity .. 0'981 

Optical rotation.-I- 61° 20' 

>IeIting-point. -f 6'6° 

Beiractive index. 1-4993 


Verbenone has the following constitution;— 


CH 



'Hie constitution of verbenone has been established * by its reduction 
to the correspondmg saturated.secondary.alcohol, dihydroverbenol, and 
into the corresponding saturated ketone, or dihydroverbenone 


> J. prakt. CMm., 1914 [ii.T 90, 814. 
’’Itoure-Bertrand Fils, Bulletin, October, 1913, 134, 
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CH 



CH 



CH—CH, 
Dihydroverbenone. 


Dextro-dihydrovevbenol melts at 58“ C. and boils at 218" C.; it yields 
an acetic ester, the odour of which recalls that of Iwrnyl acetate. Dextro- 
dihydroverbenone is produced by the oxidation of the above alcohol by 
means of chromic acid, or by the reduction of verbenone by means of 
hydrogen in presence of colloidal palladium. It boils at 222“ C. (D,,, 0’9685; 
|u]i)'+52-19''; ni)'-*" 1-47535; molecular refraction 44-45) and gives a 
semi-carbazone melting at 220° to 221“ C.; its oxime melts at 77“ to 78° 
C. On applying Gi-ignard’s reaction to <i-verbenone, a hydrocarbon is ob¬ 
tained which appeai-s to te methylverbenene, C,,Hj,, (boiling-point 8 ram., 
49° C.; boiling-point 771 mm., 175° to 176° C.; 1),, 0-876; D,, 0-872; 
on ± 0°; Wu®' 1-4969 ; molecular i-efi-action 49-64). This inactive hydro¬ 
carbon is probably composed of a mixture of isomerides; it fixes oxygen 
with avidity, rapidly l>ecoming resiuified. 

When submitted to oxidation by a 2 per cent, solution of permangan¬ 
ate, d-verbenone yields jiinononic acid, CgHyO,, melting at 128° to 129“ 
C., the semi-carbazone of which melts at 204^ C. Lastly the constitution 
of verbenone, as expressed by the above formula, is further confirmed by 
the fact that the bicyclic system is convertible into a monocyclic system 
by boiling with 25 per cent, sulphuric acid, with the formation of acetone 
and 3-methyloyclohexene-(2)-ono-(l). This cyclohexenone has been char; 
acterised by its semi-carbazone (melting-point 198“ C.) and by its conver¬ 
sion into -y-acetobutyric acid (melting-point 36° C.). The oily liquid, 
which did not react with sulphite, was submitted to benzoylation after 
dilution with pyridine. It thus gave rise to a benzoate from which was 


CH 


HOHC, 

HC 


I 


\ 


i 

H»(;.C-0H» 


'Ion 


\ 


C—Off 


Vorbeno!. 

isolated d-verbenol. This alcohol boils at 216° to 218° C. (D,, 0-9742: 
anlj -f 32-15°; [a]i) + 132-30"; md*® 1-4890; molecular refraction 45-25). 
When oxidised by chi-omic acid it yields verbenone; with permanganate 
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it gives pinoDonio flcid. By the action of acetic anhydride it is con¬ 
verted into f-verbenene (boiling-point 758 mm., 159° to 160° C.; D.. 
0'8852; od - 74‘90°; iiu 1’49855; molecular refraction 44‘61). Verbenerife, 

C 


HC-' 

HjC-o-ch, 

HC 


|CH,, 

CH 


"c-CH, 

Verbencne. 

when treated with powerful dehydrating agents, such as zinc chloride or 
phosphoric anhydride, is converted into p-cymene. 

PiPERlTONK. 

This ketone* occurs in eucalyptus oils derived from a particular 
gi’oup of trees, the leaves of which have the venation characteristic of 
speciesiyielding phellandrone-bearing oils. It follows the general rule 
(or all constituents in eucalyptus oils, increasing in amount until the 
maximum is i-eached in one or more species. It occurs in greatest 
quantity in the oils of these eucalyptus trees known vernacularly as 
“ Peppermints,” such as E. inperita, E. dives, etc., and consequently 
is found more frequently in the oils from species growing on the eastern 
part of Australia. 

Piperitone can be most easily obtained from the higher boiling por¬ 
tions of the oil of E. dives. It combines slowly with sodium-bisulphite, 
and by repeated agitation for two or three weeks eventually forms 
crystals in some quantity. A proportion of alcohol assists the combina- 
tiorr. The pure ketone prepared from the purified crystals is colourless 
at first, but on long standing becomes slightly yellowish in tint. It has a 
burning peppermint-like taste and odour. It is inactive to light. The 
formula is Cj„HijO. The boiling-jroint is 224° to 225° C. (uncor.) at 
763 mm. The specific gravity at 15° C. is 0’9395, and the refractive 
index at 20° C. 1-4830. 

Piperitone readily forms a semi-carbazone which when finally purified 
from alcohol melts at 218° to 219" C. with decomposition. With hy- 
droxylamine piperitone forms two compounds, one of which melts at 
168° to 169° C., the other at 110° to 111° C. Owing to its unsaturated 
molecule piperitone absorbs bromine at first, but later substitution takes 
place, with the formation of a liquid tribromide. On oxidation with 
potassium permanganate one of the products formed is butyric acid. 

Caevonb. 

Carvone, OjoHjjO, is the ketone characteristic of dill and caraway 
oils. It occurs in the dextro-rotatory forna in these oils, and as laevo- 
earvone in kuromoji oil. 

'For tbo description of this ketond the author is indebted to a private oom- 
munication from H. G. Smith. The work, when completed, will be published mi 
ixtetm. • • 
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Carvone has the following constitution:— 


C.CH, 

HCj^NcO 

HsC.G^CH, 

It is a colourless oil, solidifying at low temperatures and having a 
characteristic odour of caraway. Its characters are as follows:— 

Specific gravity.0'96i 

Optical rotation.+ 69“ 30' 

Kofractive index.1'5020 

Boiling-point.221° 

Inactive caiYone can be obtained by mixing equal quantities of the 
optically active isomei-s. Carvone yields all the usual ketonic compounds, 
such as the crystalline oxime and phenylhydrazone. The former com¬ 
pound is interesting on account of the fact that it is identical with nitroso- 
limonene {ride limoncnt!). Carvone also forms a crystalline compound 
with sulphuretted hydrogen, C,uH, 4 (OH)(SH). This results by passing 
the gas through an alcoholic solution of caraway oil saturated with 
ammonia gas. The resulting crystals can be purified by recrystallisation, 
and decomposed by alcoholic potash, when nearly pure carvone results. 
The following table gives the optical rotations of the purest specimens of 
dextro- and laevo-carvone derivatives that have lieen prepared:— 


Carvone .... 

„ sulpliydrate . 
Oarvoxime .... 
Benzoyl oarvoxime 

„ liydrochlor-carvoximo 


Derivatives of 

Dextro-carvone. Laevo-carvone, 
. -f 62° - 62° 

. f 5-53° - 5-65° 

. -I- 39-71° - 39-34° 

. -I- 2o-47° - 26-97° 

. - 10-58" + 9-92" 


The principal derivative tor the identification of carvone is the oxime, 
which can be obtained by dissolving 5 grams of carvone in 25 c.c. of 
alcohol and adding a warm solution of 5 grams of hydroxylaminc hydro¬ 
chloride in 5 c.c. of water, and then rendering the solution alkaline by 
the addition of 5 grams of caustic potash in 40 c.c. of water. The car- 
voxime is precipitated by pouring the liquid into water, and recrystallised 
from alcohol. Optically active carvoxime melts at 72°, but i-carvoxiine, 
which is obtained by mixing equal quantities of the two optically active 
isomers, melts at 63°. 

The phenylhydrazone melts at 109° to 110°, and the semi-carbazone 
at 162° to 163° (active varieties) or 154° to 155° (inactive foi-m). The 
sulphuretted hydrogen compound mentioned above melts at 210° to 211°. 

By reduction carvone fixes 2 atoms of hydrogen on to the ketonic 
group, and 2 atoms in the nucleus, with the formation of dihydrocarveol, 
Cj^igO, whose corresponding ketone, dihydrocarvone, C,„H,„0, exists in 
small quantities in caraway oil. 

G. Vavon * has examined the hydrogenation of carvone, in presencia 
of platinum black as a catalyst, and shown that it takes place in three 
entirely distinct phases. Gftrvone fixes successively three molecules of 
hydro^n, giving dextro-carvotanacetone, then tetrahydrocarvone, and 
finally carvomenthol. 


Comptes rendus, 153 , 69. 
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By stopping the hydrogenation at a suitable moment, it is possible to 
obtain any one of these three bodies. 

Carvotanaoetone thus prepared has the following constants:— 

Boiling-point. 227° to 228° C. 

D>“.• 0-937 

»„>».1-4817 

Molecular rotation. 46-20 

[«U.59-8° 

Its oxime and its semi-carbazone melt respectively at 75° C. and 173° C- 
Tetrahydrooarvone boils at 218° to 219° C. 

Dj«.0-904 

»d“. 

Molecular rotation.46-25 

[“Ibtk.“ ^1° 

Carvomenthol, obtained by the fixation of by oarvone, is a thick 
liquid boiling at 217“ to 218° C. 

I>;».0-908 

»D>'’. 1-4648 

Molecular rotation.47-49 

[“law 24 - 7 ' 

Its acetate is a liquid with pleasant odour, boiling at 230“ to 231° C. 

D|„.0-928 

»!,“. 1-4477 

Molecular rotation.57-07 

[<■].« ■ -.- 27-6° 

The benzoate is a thick liquid. 

Boiling-point (15 mm.).185" to 180° C. 

DJ". 1-000 

. . 1-509 

Molecular rotation. 77-19 

w™. 12-9" 


Dihydkocakvone. 


Dihydrocarvone, C,||Hif,0, is found to a small extent in oil of caraway, 
and can be prepai-ed by the oxidation of dibydrocan-eol by chromic acid 
in acetic acid solution. The ketone has the constitution 


CH.CH, 

H.,C/\C0 

CH, 

CH.C/ 


• It is an oil having an odour resembling those of oarvone and menthone. 
Its characters are as follows;— 

Boiling-point . . . .' . . *. . . 221° to 222“ 

Specific gravity. 0-930 „ 0-981 ' 

Eifractive index . '. 14711 

Optical rotation. - 16° 



























THE CONSTITUENTS OF ESSENTIAL OILS 


217 


It forms a characteristic dibromide, CjoHniBroO, by the action of bromine 
in acetic acid, melting at 69° to 70° (optically active form) or 96° to 97° 
(racemic variety). Dihydrocarvoxime melts at 89° (active variety) or 115° 
to 116° (racemic variety). 


Umhellulonk 


Umbellulone, Cj||H, 40 , is a ketone which was isolated from the oil of 
UmbeUularia californka by Power and Lees. It has been examined by 
Tutin * who assigned to it one of the following alternative constitutions 


H^C-HC -CO 

! I I 

j CHj—C—CHj I 

UC- - C -- --CH 

I 

CH;, 


H^C-HC-CO 

I I 

CH..—C—CHa ; 
HC^-i-CH 

I . 

CH, 


Semmler,^ however, has carried out a very exhaustive examination of 
the ketone, and considers that its constitution is that of a bicyclic ketone 
of the thujone series, as follows:— 



Umbellulone is a colourless liquid of irritating odour, recalling that of 
peppermint. It lias the following characters :— 

Boiling point.219" to 220° at 749 mm. 

„ .. 93° at 10 mm. 

.Spacific gravity at 20". 0‘950 

Hefractive index. 1'48325 

Dptical rotation. - 3(i° 30' 

The normal semi-carbazone melts at 240° to 243°. By reduction it 
yields dihydroumbellulol, C,„Hj,0, a liquid of specific gravity 0'931 at 20°, 
and optical rotation - 27° 30'. 

This body, on oxidation, yields /3-dihydrouinbellulone, Cj„H,„0, a 
ketone which yields a semi-carbazone melting at 150°. These two bodies 
have, according to Semmler, the following constitutions:— 


HO.HC 


H,C^ 

H,C^ 


CH. Cs 


CH, 

^CH.CH, 

./ 


H,C CH 

Dihydroumbeliuiol C|i,Hj(0. 


Votir.Ciim. See., 89 (1906), 1104. . 
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OC CH 


CH.CH, 


HaCv / 

>CH.C. 

HjC CH 

@-Dihy4roumbellulone, CiqHkO. 



* 


PlNOCAMPHONK. 


Pinocamphone, C]„Hj,.0, is the principal constituent of oil of h}'ssop, 
in which it occurs in its laevo-rotatory variety. It is a saturated ketone 
having the constitution :— 


CH—CH, 


HC,-.^^ CO 

"c(CH,)J 


H..CI 


CH, 


\ 


! /' 

CH 


It has been prepared artificially by Wallach as a bye-product in the 
reduction of nitrosopinene, Cj^H^NOH. It is best prepared as follows: 
Five grams of nitrosopinene are dissolved in 40 c.c. of warm glacial 
acetic acid, and sufficient water added to produce a slight cloudiness. 
A large amount of /inc-dust is then added. After the reaction has be¬ 
come gradual, the mixture is heated on a water-bath under a reflux con¬ 
denser for four hours. The liquid is then filtered, and the filtrate steam 
'distilled. The distillate is exhausted with ether, the ether evaporated 
and the pinocamphone distilled in a vacuum. The characters of natural 
and artificially prepared pinocamphone are as follows:— 


Boiling-point . 
Specific gravity. 
Itkractive index 
Molecular refraction 
Optical rotation 


Natural. 
211° to 213° 
0-966 
1-4742 
44-4 

- 18° 42' 


Sjutlu-tic. 
211° to 213- 
0-963 
1-4781 

44-44 
+ 0 “ 


Pinocamphone forms the following compounds suitable for its identi¬ 
fication. The dibromide, CioHuBrjO, is obtained by dissolving 5 grams 
of the ketone in 5 c.c. of glacial acetic acid. The theoretical amount of 
bromine (four atoms) is then added drop by drop, the vessel being k^t 
cold by immersion in ice water. On standing in a cold place the di- 
bromide solidifies, and can be reorystallised from petroleum ether. It 
then melts at 93° to 94°. By treatment with zinc and acetic acid, the 
dibromide is converted into the ketone agaip. The semi-carbazone exists 
in two modifications, one melting at 228° to 239° and the other at 182° 
to 183°. The oxime melts at 86° to 87°. 
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Fenchone. 


Fenchone, C,JE]„0, Ib found in fennel oil and in the oil of Lavandula 
Stoechas, in its dextro-rotatory form, and as laevo-fenchone in oil of 
thuja leaves. It can be extracted from these oils by treating the frac¬ 
tion boiling at 190° to 195° with nitric acid, or permanganate of potassium, 
and then steam distilling the unaltered fenchone. 

When the terpene a-fenchene (isopinene) is hydrated by means of 
acetic and sulphuric acids, it yields an isomer of fenchyl alcohol, which 
is known as isofenchyl alcohol (q.v.), and which on oxidation yields iso- 
fenchone, as fenchyl alcohol yields fenchone. The two ketones, fenchone 
and isofenchone, are sharply differentiated by isofenchone yielding iso- 
fenohoeamphoric acid, C,(,Hj„ 04 , on oxidation with potassium perman¬ 
ganate, which is not the case with fenchone. According to Aschan,’ the 
hydrocarbon found in turpentine oil, and known as /3-pinolene (or cyclo- 
tenchene—as he now proposes to name it), when hydrated in the usual 
manner, yields both fenchyl and isofenchyl alcohols, which on oxidation 
yield the ketones fenchone and isofenchone. According to Aschan the 
relationships of these bodies are expressed by the following formula;:— 

(CHs),/;-CH—CH., 

CH., 

Ch—' -CH 

; ,/ 

C—CH;, 

S-l'inoleue. 


(CH3),C-CH-CH;, 


110—CH 
(CH,),C 


CH„ 


C(CH3)-CH2 

Feucliyl alcohol. 


-CH- 

I 

CH., 


-CH, 


CO-C(CH3)-CH2 

Feochone. 


(CH,),C-CH-CH, 

(IH, 

CH,-(!(CH3)-CH0H 

Isofenchyl alcohol. 

(CH,),C-CH-CH, 

CH, 

CH,-C!(CH,)-CO 

Isofenchone. 


(CH,),C-CH— coon 



CH, - (^(CH,)-COOH 

Isofencnooanjpboric acid. 

Fenchone has the following characters;— 

Boiling-point. 

Melting-point . . . * . . .* . 

Specific gravity. 

Befractive index . . . ■ , • • ‘ • 

Specific rotation .. 


192° to 198° 
■e 5° „ + 6° 
0-9S0 
1-4630 
about + 70° 


r .Innalen, 387,1. 
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The most characteristic derivative for the identification of fenchone is 
its oxime. Five grams of fenchone are dissolved in 80 c.c. of absolute 
alcohol and a solution of 11 grams of hydroxylamine hydrochloride in 
11 c.c. of boiling water containing 6 grams of caustic potash, is added. 
After a time the oxime separates in the form of fine crystals which on 
recrystallisation from alcohol melt at 164° to 165° (active form) or 158° 
to 160° (inactive form). 

The 8emi-carl>axone melts at 182° to 183° (active form) or 172° to 173° 
(inactive form). 

By reduction fenchone is convei-ted into fetichyl alcohol, melting at 
45°. The alcohol, however, has the opposite optical rotation to that of 
the ketone from which it is prepared. 

By dehydration fenchone yields w-cymene. 

Thu.ionb. 

This ketone, of the formula isomeric with those above 

described, is found in the oils of thuja, tansy, wormwood, and sage. It 
is identical with the bodies formerly described under the names tan- 
acetone and salvone. It is best prepared in a state of purity from oil of 
wormwood. Accoiding to Semmler, 200 c.c. of the oil, 200 c.c. of a 
saturated solution of sodium bisulphite, 75 c.c. of water, and 300 c.c. of 
alcohol are well shaken at intervals during a fortnight. The crystals 
formed, consisting of the compound of thujone with the sodium bisulphite, 
are separated, washed with alcohol-ether, and pressed. On treatment 
with caustic soda solution, the thujone. amounting to over 40 per cent, of 
the oil used, separates, and can be distilled with steam. 

The hitherto unanswered question whether the chemically identical 
thujones isolated from various essential oils are also physically identical, 
or whether they are physically isomeric, has now la'cn decided by Wallach 
in the last-named sense. He has succeeded in establishing the presence 
of two and possibly of three thujones, although with regard to the third 
the more probable view is, that it represents a mixture of the other two. 
His examination has, moreover, proved that thuja oil contains essentially 
a-thujone, and oil of tansy essentially jS-thujone. Wormwood oil is very 
rich in y3-thujone, but also contains some of the o-compound. Oils of 
artemisia and sage contain mixtures of o- and y3-thujones. The formation 
of the semi-carbazones and their fractional crj'stallisation from methyl 
alcohol afford means for the separation and identification of the isomers. 

<i-thujone is laevo-rotatory, and yields two semi-carbazones, one 
dextro-rotatory, melting at 186° to 188^, and one, also dextro-rotatory, of 
the indistinct melting-point 110°. Pure o-thujone has the following pro¬ 
perties ;— 

Boiling-point.200° to 201° 

.Specific gravity.0-9126 

Refractive index.1-4510 

Specific rotation.- 10° 2.S' 

a-thujone is partially converted into /S-thujone when heated with 
alcoholic potash solution, formic acid, or alcoholic sulphuric acid. The 
last-named then effects a further conversion into isothujone (q.v.). 

/8-thujone is dextro-rotatory, but is not the optical antipode - of a- 
thujdne.. The semi-carbazone exjsts in a labile dextro-rotatory form of 
the melting-point 174° to 176°, which readily passes over into the second 
form, melting-at 170° to 172°. When mixtures of the semi-carbazones of 
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/3-thujone or of a-thujone, or of both, are present, they give rise to com¬ 
plications which become even more pronounced owing to the fact that 
mixed crystals of uniform appearance are formed which can only be split 
up by very frequent recrystallisation. The ketone liberated from the 
semi-carbassone by means of phthalic anhydride has the specific rotatory 
power [a] + 76’16°. Its oxime melts at 54° to 55°, and is dextro-rotatory. 
jS-thujone can also be converted into the isomeric a-thujone by lx)iling 
with alcoholic potash. 

The various compounds of this ketone are closely analogous to those 
of the isomers already described. 

Thujone is easily converted into tbe isomeric ketones, isothujone and 
caiwotanacetone. The former results by heating thujone with 40 per 
cent, sulphuric acid, whilst the latter is formed by heating thujone in a 
closed tube to 280". The more interesting of these isomers is isothujone, 
for on reduction with sodium and alcohol, an alcohol, Cj,,11,1,OH, results, 
which is isomeric with menthol, and which is sufficiently similar to this 
Iwdy in its properties to l)e termed thujamenthol. Thu'jamenthol on 
oxidation yields the ketoms thujamenthone, which is isomeric with ordinary 
inenthone. Carvotanacetonc yields corresponding compounds carvomen- 
thol and carvomcnthonc. The physical properties of the isomers, thujone 
(i.e. a mixture of a- and ;S-thujone), isothujone, and caiTotanacetone are 
given by Wallach as follows:— 

Jtiiliufc'-poiut. Speuilic Gravity. Rcl'nitjtive Iiides. 
Thujone .... 200" to 20r -912 IrtSOS 

Isotliujono .... 231” „ 232” -9285 1'48217 

Curvolanacetone. . . 228” -9373 1-48350 

Tiemann gives the lx)iling-point of thujone (tanacetone) as 230° and 
of carvotanacetone as 230°. 

Thujone is best identified by its tribromo-compound, Cj„H,jBr.jO, 
melting at 121” to 122°. It is obtained by adding 5 c.c. of bromine (at 
once) to a solution of 5 grams of thujone in 30 c.c. of petroleum ether. 
The tribromo-compound separates on evaporation of the solvent and is 
washed with alcohol and recrystallised from boiling acetic ether. 

Thujone has the following constitution;— 


GHj—GH—CH, 

I 

G 



V'' 

GH—GH, 


that of isothujone being as follows:— 

CHj,—GH—GH, 

« 1 • 

GH 

GH,—C-^^GH, 

• I 

GH,-C' 'go 
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These constitutions have recently received support from the work of 
A. Haller.* If they are correct, then thujone should be capable of yielding 
trialkyl substitution products, whilst isothujone should not be able to go 
beyond the dialkyl stage. By alkylation with the assistance of sodium 
amide, triallylthujone could be prepared, but no higher substitution pro¬ 
duct than dimethylisothujone could be prepared from isothujone. In the 
course of his work, Haller prepared the following alkyl derivatives of the 
two ketones;— 

„ /C(CH,), 

Dimethylthujone, C„Hj 4 ( ; . Boiling-point at 12 mm. 92° to 

\go 

15’ 

94° C.; specific gravity ^ 0'916; [a]u - 19‘45°; does not combine with 
hydroxylamine. 

Diallvlthujone, CgHj.C I . Boiling-point at 18 mm. 147'5° to 
^CO 

20 ° 

148’5° C. (corr.); specific gravity ^ 0’9352; refractive index 1-4850. 

Triallylthujone, CjjHjjO. Boiling-point at 21 mm. 173° to 175° C. 
20 ° 

(cotr.); specific gravity 0-9467; refractive index 1-5016. 

Dimethylisothujone, CjoHj^O. Boiling-point at 19 mm. 120° to 122° C. 
(con-.). 

Allylisothujone, CjjHjjO. Boiling-point at 18 mm. 144° to 146’ C. 
20 ° 

(con-.); specific gravity 0-9280; refractive index 1-4930. 


PULEGONK, 

Pule^ne, Ci„H„.,0, is found in various essential oils, including those of 
Mentha puleyium and Hedeoma pulegoidet. It can be extracted from 
essential oils containing it, in the usual manner, by means of its bisulphite 
compound. It is a colourless liquid having an odour recalling that of 
peppermint, and having the following characters:— 


Boiling-point.221° to 222° 

„ „ at 15 mm.100° „ 101° 

Specific gravity.0-910 

„ rotation.+ 22-89° 

Befractive index.1-1880 


Its constitution is as follows:— 

CH - CHj, 

HjC/^CHj, 

HjCl^JcO 

clc(CH,), 

It yields a crystalline oxime,.which app^rs to be formed together with 
some alteration of the pulegone, so that, it in reality is the oxime of an 
isomeric ketone.’ It is prepared in the following manner: 10 grams of 

’ ComptM rendus, Ifff, 965. > Anmlen (1896)i 847. 
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caustic potash dissolved in 5 c.c. of water are added to a solution of 10 
grams of pulegone in three times its volume of alcohol. The mixture is 
warmed to 80° and then poured into a solution of 10 grams of hydroxyl- 
amine hydrochloride in 10 c.c. of water. The mixture is now again 
heated to 80° for ten minutes, and then, after cooling, poured into cold 
water. The oxime separates in a solid condition, and can be recrystallised 
from petroleum ether. It melts at 118° to 119", or when repeatedly re¬ 
crystallised at 123° to 124°. 

The oxime thus obtained appears to be that of isopulegone. 

The semi-carbazone, obtained in the usual manner, melts at 172°. 

Bayer and Henrich* have prepared a bisnitrosopulegone, which is 
very useful for the identification of the ketone. A solution of 2 c.c. of 
pulegone in 2 c.c. of petroleum ether are cooled in a freezing mixture 
and 1 c.c. of amyl nitrite and a trace of hydrochloric acid are added. 
Fine needles of‘the bisnitroso compound quickly separate, which, when 
dried on a porous plate and washed with petroleum ether, melt at 81‘5°. 

By careful reduction pulegone is converted into the alcohol pulegol, 
CjjHijO, or, by complete reduction into menthol, CjjH. 2 „ 0 . 

When hydrolysed by means of formic acid, pulegone yields acetone and 
methyl-cyclohexenone, O-HjjO. When this body is again condensed with 
acetone, it yields a body isomeric with, and very similar to, natural 
pulegone. This body may be termed pseudo-pulegone. A second isomer, 
isopulegone, was obtained by Ticmann and Schmidt, by oxidising iso- 
pulegol (a body which they obtained in the form of its acetate by heating 
citronellal (q.r.) with acetic anhydride). This isopulegone is probably a 
mixture of two stereoisomere which have not been separated. Isopulegone 
boils at 90" under a pressure of 12 mm., has a specific gravity 0‘921 at 
18°, refractive index 1'4690, and optical rotation + 10° 15'. It has the 
following constitution:— 

(JH. CHj 

CHa 

The pulegone and the isopulegone series of compounds are veiy similar 
in their physical and chemical properties, but they differ sharply in the 
fact that pulegone yields menthol on reduction with sodium, whilst isopule¬ 
gone does not. 




GH. 




Mbnthonk. 

Menthone, a ketone of the formula occura with menthol in 

oil of peppermint. According to the early work of Moriya this body was 
described as optically inactive, but this has been shown to be incorrect. 
Atkinson describes it as an oily liquid, boiling at 206°, with a rotatory 
power of 21°. Beckmann gives 208° as its boiling-point, and 26° to 28° 
as its optical activity. Its specific gravity is •894. Oxidation of natural 
menthol produces laevo-menthone, but this is easily converted into dextro- 
menthone by the action of acids. This, on reduction, yields dextro-menthol. 

• > Beiichtt 28 (1836), 653. 
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The various derivatives of the optically active isomers correspond closely, 
but complicated stereochemical relationships exist, which render the 
chemistry of their derivatives a very difficult question. The oximes of 
the two isomers do not correspond in their properties, that of dextro- 
menthone being a laevo-rotatory oil, whilst that of laovo-menthone is a 
solid, melting at 60° to 61°. The semi-carbazone melts at 184° in both 
cases. There are numerous bodies isomeric with, and closely similar to, 
those of the menthone series. Those of the thujamenthol and carvo- 
menthol series have already been mentioned. Menthone has the con¬ 
stitution— 

C11{CH,) 

]I.,C/\CH., 

11,ct CO 

CU. CH(CH3)2 

menthol l)eing, of course, the corresponding alcohol. 

Four isomeric menthones may exist, with eight corresponding isomeric 
menthols (vuk supra). But whichever menthone is convei-ted into 
menthol, natural laevo-menthol is the predominating resulting compound. 

Various specimens of menthone have been prepared and examined 
by different chemists, the characters of which fall within the following 
limits:— 

Specific gravity.0-894 to 0-899 

Optical rotation. - 2C‘' 

Refractive index . . . . • . . . . 1-4495 

Boiling-point. 207'* to 208“ 

Menthone has been prepared synthetically by Kotz and Hesse * from 
methyl hexanone. This body was condensed with ethyl oxalate by adding 
an ice-cold mixture of the two in small quantities at a time to a cold 
solution of sodium ethylate. After fifteen hours the reaction mass is 
mixed with ice-cold dilute sulphuric acid, and the oxalic compound of 
methyl hexanone is extracted by means of ether. This product is methyl- 
l-hexanone-3-oxalio e8t8r-4. When distilled at normal pressure this ester 
loses COj( and becomes methyl-l-hexanone-3-carboxylic ester, which when 
treated with methyl iodide and sodium yields methyl-l-hexanone-3- 
methyl-4-carboxylio e8ter-4. This ester, on decomposition with alcoholic 
potash yields d-menthone. 

Wallach “ has synthesised i-menthone by condensing 1,4-methyl-c)-olo- 
hexanone with bromo-isobutyric ester; from the condensation product he 
prepared t-menthene, which was converted into f-menthenone, by means 
of its nitrosochloride, whence f-menthone resulted by reduction. 

Beckmann ^ has examined the characters of the optically active men- 
thones. The oxidation of natural Z-menthol by chromic acid mixture 
yielded J-menthone [a]D = - 28’5° which when treated with 90 per cent, 
sulphuric acid is converted into a d-menthone [oJd =• + 28'r, which, 
however, is not the optical antipode of the first; it behaves as a mixture 
of d- and Z-menthone, but is more strongly dextro-rotatory than it would 
be if it were only a mixture of the two optical antipodes. 

The reduction of Z-menthone or invert^ d-menthone yielded, together 
witt) ordinary menthol, a d-isomenthol melting at 78° to 81° C.; [o] = 

M»nof««,342fl905), 306. “/«d., 362 (1908),m “ JSoricAto, 42, 846- 
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+ 2‘03 which, on oxidation with chromic acid mixture, yielded an iso- 
meuthone, the specific rotatory power of which varied between + 30’2° 
and + 35-r. 

The treatment of menthylamine by nitrous acid yielded a d-isomenthol 
still more strongly dextro-rotatory. A (f-isomenthylamine hydrochloride, 
having a rotatory power of [ajo = + 17'7°, yielded a d-isomenthol having 
[a]D = + 25-6“. 

Mknthenonb. 

A'-menthenone, C,oHi,.0, has been isolated by Schimmel & Co.i from 
Japanese peppermint oil. It is an aromatic liquid having the following 
chaitwjters:— 


Specific gravity 


0-9.<182 

Bciling-pomt . 


285° to 237° at 752 mm. 

Optical rotation 


+ 1° 30' 

Retractive index 


l-484i 

Molecular refraction 


46-58 

Its constitution is— 

C. CH, 

! 

CH 

('H(CH,), 



It yields a semi-carbazone, which exists in two modifications, the 
u-modification, which is only slightly soluble in alcohol,' melting at 
224° to 226°, and the j3-modification, which is easily soluble, melting at 
171° to 172°. 

With hydroxylamine, menthenone yields a normal oxime, and an 
oxaminoxime. The latter body is not vei^ volatile, and the oxime can 
lx; separated by steam distillation, and, when recrystalliscd from alcohol, 
melts at 107° to 108°. The oxaminoxime melts at 164° to 166°. 

Camphor. 

Camphor, C,||Hj|.0, occurs in the wood of the camphor tree (Laurus 
camphora) as dextro-camphor. This,is the ordinary camphor of com¬ 
merce, known as Japan camphor, whilst the less common laevo-camphor 
is found in the oil of Matricaria parihenium. Camphor can also be ob¬ 
tained by the oxidation of borneol or isobomeol with nitric acid. Camphor 
may be prepared from tuipentine in numerous ways, and there are many 
patents existing for its artificial preparation. Artificial camphor, however, 
does not appear to be able to compete commercially with the natural 
product. ■ Amongst the methods may be enumerated the following:— 

1. Esters of borneol are obtained by the action of dry oxalic acid on 
turpentine under suitable conditions. From these, borneol is obtained 
by saponification and is oxidised to camphor. Some other acids produce 
a similar result, as, for example, salicylic and chlorobenzoic acids, 

2. Pinene hydrochloride is prepared in the usual manner from 
turpentine, and this is allowed to react with acetate of silver. Isobomyl 
acetate is formed, which is hydrolysed, and the isobomeol oxidised to 
camphor. Acetate of lead is also used^as is al4o acetate of zinc. 

‘ Sohimmel’s Btricht, October (1910), 79. 

f ir ♦ 


VOL. II, 
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3. The action of magnesium on pinene hydrochloride gives rise to 
bornyl esters, and camphor can be obtained from these in the usual 
manner. 

4. Pinene hydrochloride is treated by one of the reagents which 
abstract HCl, and so converted into camphene (q.v.). This is heated 
with acetic and sulphuric acids, and so converted into isobomyl acetate. 
Camphor results in the usual manner. 

Camphor forms a translucent mass, which crystallises well from 
alcohol. It has the following oharactere:— 

Specific gravity at 18° . ..0’986 

Melting-point.176° to 176"5° 

Boiling-point.i205° „ 207° 

Specific rotation.' . . . +44° 

Optically inactive camphor melts at 179°. 

Camphor is the ketone of the alcohol borneol, and forms a number of 
well-characterised crystalline derivatives. Amongst these are the semi- 
carbazone, the phenylhydrazide, and the oxime, all characteristic of 
bodies containing the . CO. group. The semi-carbazone, 

CiA,:N,H.CO.NH,. 

melts at 236“ to 238°. The hydrazide, Cj|,H,,.,: NjHCdH,, results from 
the action of phenylhydrazine. The oxime, C,„H](.NOH, is prepared 
by the action of hydroxylamine on camphor. It melts at 118°^ and when 
reduced by means of sodium, yields the base, bornylamine, CmHj-NHj. 

When distilled with pho^horus pentoxide, camphor yields cymene, 
and with iodine, carvaorol. Both of these bodies are para-derivatives of 
benzene. On oxidation with nitric acid camphor yields many acids, of 
which the chief are camphoric acid, CjqH,„ 04 , camphanic acid, pioSi4*^4> 
and camphoronic acid, C 8 Hj 40 ,,. The constitution of these acids has an 
important bearing on that of camphor. Many formulee have been sug¬ 
gested for camphor during the past few years, but that of Bredt is now 
universally accepted, and teis received complete confirmation by Komppa's 
• synthesis' of camphoric acid. This synthesis confirms the formula for 
camphoric acid as— 

CH,—CH. COOH 
C(CH,), 

CH —C(CH,) (COOH) 

. which is in accordance with Bredt’s formula for camphor. 

Camphor has the following constitution •.— 

CH 

/'I 


H,C,' 


CH, 


ICHj. C. CH ' 




,CO 


■ C'^CH, 

> herkhU, 36, 1832. 
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Haller and Louvrier * have prepared a number of homologues of cam¬ 
phor by heating the ketone in benzene solution with sodamide and alkj’l 
iodides. The following are the oharaotera of a number of these;— 


1 

Boiliug'point. 

1 

Spcciific 
Gravity at 0°. 

[aid- 

Monoethylcamphor 

i 108° (14 mm.) 

0-927 

+ 45° 

Diethyloamphor . 
Methylethylcamphor . 

1 182° to 138° (14 mm.) 

1112° ,,114° (11 „ ) 

0-969 

+ 91° 

+ 99° 30" 

Propyloamphor 

1 110° (11 mm.) 

0-942 

+ 60° 40' 

Dipropyloamphor. 

I 157° (14 „ ) 

— 

■ + 53° 50' 

Benzylcamphor . 

1 — 


+ 147° 40' 

Dibenzylcampbor. 

I 265'^ (12 mm.) 

— 

+ 103° 10' I 

Ethylb^zylcamphor . 

; 393" (11 ) 

i 


+ 91" 


Rupe and Iselin * have prepared a number of homologues of methylene 
camphor by a general method depending on the reaction between ohloro- 
raethylene camphor and various organo-magnesium compounds. Chloro- 
methylene camphor itself can be prepared by the action of thionyl chloride 
on hydroxymethylene camphor; the resulting compound is a colourless 
oil boiling at 113° at 12'5 mm. pressure, and having an optical rotation 
of + 1H0° in benzene solution. Ethylidene camphor, 

(;,H„(C : CH . CHj)CO, 

is prepared by the action of magnesium methyl bromide on an ethereal 
solution of chloromethylene camphor. It forms radiate crystals melting 
at 28° to 29° and boiling at 109" to 110° at 12 mm. It has an optical 
rotation + 178'5°. The corresponding propylidene camphor is prepared 
in a similar manner, and is a colourless oil, boiling at 121° to 122° at 
13 mm. Its specific gravity is 0'9448 at 20°, and optical rotation + 173°. 
Butylidene camphor has a specific gravity 0'938 at 20°, and optical rota¬ 
tion + 161°. Amyildene camphor, the last of this series prepared, has a 
specific gravity 0'927 at 20°, and optical rotation + 156'6°. Aromatic 
substituted camphors were also prepared in the same manner, among 
which are the following: Benzylidene camphor is a colourless crystalline 
solid, melting at 98'5°, and having the formula 

C(,H„(C: CH. CHjC„H5)CO. 

It has the extraordinarily high specific rotation + 426'5“. Phenyl- 
ethylidene camphor is a faintly greenish oil of specific graffity I-025 at 
20°, and specific rotation -i- 129”. Phenyl-propylidene camphor ha^ a 
specific gravity 1‘0094 at 20°, and specific rotation 128". Phenyl- 
butylidene camphor has a specific gravity of 0'999 at 29°, and specific 
rotation + 113". Cyclohexyl methylene camphor was prepared by the 
use of magnesium cyclohexyl bromide, and forms colourless prisms melt¬ 
ing at 46° to 48°. 

ilfpAa-naphthylidene camphor was similarly obtained in long trans¬ 
parent crystals melting at 98° to 99°, boiling at 253°, and having a 
rotation -t- 335'6°. An attempt was made to prepare a diphenyl de¬ 
rivative, but this was unsuccessful. A uumber of the above-described 
compounds were reduced with sodium amalgam in methyl alcohol, 
neutrality being maintained by the addHion of 50 per cent, acetic acid. 

> Comptes rgitdta, 168 (1914), 764. > Berkhte, 49, 25. 
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In this method the authors obtained iso-amyl camphor, a colourless, 
inodorous oil boiling at 140° at 14 mm., and having a specific gravity 
0’9197 at 20°, and specific rotation + 66'8°. Phenyl-ethyl camphor forms 
colourless prisms melting at 60° to 61°, and having a specific rotation 
+ 22'8°. Phenyl-propyl camphor is a colourless oil boiling at 208° to 
210° at 16 mm., and having a specific rotation -t- 52'4°. 

Elsholtzu Ketone. 

The oil of Ekhultzia cristata contains a ketone, which has been 
examined by Asahina and Murayama, and which has the following con¬ 
stants :— 


Boiling-point at 10 mm.87° to 88° 

M „ „ 760 . 210“ 

Specific gravity.0-9817 

Optical rotation.0“ 

Refractive index. 1-4842 


It has the formula and forms a semi-oavbazone melting at 

171° and an oxime melting at 54°. 

This ketone has the following constitution :—' 


ii II , 

O '•C0.GH,.CH(CH,)2 

The orientation of the two side chains is still undecided. 


Acktophenone. 

Acetophenone, . CO . CHj, is a ketone occurring in oil of lab- 
danum resin. It is a flagrant, ci-ystalline substance melting at 20’ and 
boiling at 200° to 202°. It is prepared artificially and is useful in syn¬ 
thetic perfumer}'. As found in commerce it is generally liquid, either in 
a state of superfusion, or because of traces of impurities. It can be pre¬ 
pared by distilling a mixtui-e of calcium benzoate and calcium acetate, or 
by condensing benzene and acetyl chloride in the presence of aluminium 
chloride. 

Anhydrous aluminium chloride in powder is placed in a capacious 
flask attached to a reflux condenser, and covered with dry benzene (30 
grams). The flask is kept cold with ice, and acetyl chloride is allowed 
to drop slowly into the mixture. A vigorous reaction ensues, and much 
hydrochloric acid gas is evolved. After about one hour the reaction is 
finished, and the mass is transferred to a mixture of ice and water, when 
a brown oil separates. This mixture is extracted with benzene, the 
benzene extract is washed with dilute caustic soda, finally with water, 
and dried over calcium chloride, from which the liquid is decanted and 
distilled, and when the benzene has come over, the temperature of the 
vapour rises to 195°, the fraction 195° to 202° being collected as an almost 
colourless oil, which solidifies on chilling and is almost pure acetophenone. 
It forms an oxime melting at 56° to 60°, and a semi-carbazone at 186° to 
187°. It is extremely powerful and gives good results in soap perfumery, 

• 

> Jour. Vharm. Soe. Japan (1818), 1. 
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and is a good auxiliary for such perfumes as new-mown hay, syringa, and 
the like. 


Methyl-acetophenonk. 

Paramethyl-acetophenone, CH.,. C,|Hj. CO . CHj, is a synthetic per¬ 
fume ketone, having a powerful floral odour. It is prepared by the 
Friedel-Craft reaction in the same manner as acetophenone, by con¬ 
densing toluene with acetic anhydride. It is a strongly odoriferous oil 
boiling at 220°, and having a specific gravity 1'0062. Its oxime melts at 
88° and its phenylhydiniione at 97". 


OxY-AOETOPHENONB. 

This body is a phenolic ketone of the formula C„H 4 (OH). CO . GHj. 
Its constitution is— 

C . CO . CH,, 

HC/^C.OH 

HCs^^CH 

CH 

It is found uatumlly in the oil of Chione glabra. It boils at 160° to 
165° at 34 mm., and has a specific gravity 0'850. It forms an oxime 
melting at 112° and a phenylhydrazone melting at 108°. 

DiMETH YL-PHLOKACBTOPHENON E. 

This ketone, of the formula Ci.HjiCO. CH 3 )(OH)(OCHj)(OCHj), is 
found in the essential oil of Bltmea balsamifera. It is a crystalline 
substance melting at 82° to 83", and having the constitution— 

CH 

HjCO.Cr'^^.COH 

Hcl^ Jc.CO.CHj 
C. 0. CHj 

It yields an oxime melting at 108° to 110°, and a bromine derivative, 
€j 3 Hj, 04 Br, melting at 187°. ' 

Benzylidbnb Acetone. 

Benzylidene acetone, C„Hf,. CH : CH . COCH3, is a ciystalline body 
melting at 42°, having an intense floral odour. It results from the con¬ 
densation of benzaldehyde and acetone under the influence of caustic 
soda. It has the following characters:— 

Spcciflo gravity ......... 1'0877 at 16° 

-BoiliDg-point.2^ lo 262° 

Melting-point.. 42° 

• 

Its oxime melts at 145“ to 116°. 
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This ketone, CjHj. CO. C^Hj, is diphenyl ketone. It is a fragrant 
crystalline body mdting at 48° and boiling at 307°. 

It is prepared artificially by the distUlation of calcium benzoate, or 
by the condensation of benzene and benzoyl chloride in the presence of 
aluminium chloride. 

It has not been found naturally occurring in essential oils. 


TKIUETHYIi-HEXANONE. 


Masson * has isolated a ketone, of the formula C^HijO, from oil of 
labdanum. It has the following characters:— 


Boiling-point.178° to 179“ 

„ „ at 10 mm.6G° „ 67° 

Specific gravity at 0°.0'922 

Optical rotation.+0° 

Retractive index.1-4494 at 23° 


It yields a monobromide melting at 41°, a semi-carbazone melting 
at 220“ to 221°, and an oxime melting at 106°. When reduced with sodium 
and alcohol it yields a secondary alcohol, which forms large ciystals 
melting at 51°. On oxidation by cold 3 per cent, solution of potassium 
permanganate it yields geronic acid, a keto-aeid of the constitution— 

GHj. CO. CHa. CHj. CH^. . COOH. 

This acid boils at 190° to 191° at 31 mm., and yields a semi-carbazone 
melting at 164°. 

The ketone itself is trimethyl-1, 5, 5-hexanone-6, of the constitution— 


CH, 


CII 


H^Ci 


/\ 


CO 


H,Cl 




'C(CH3), 


Paeonol. 

This ketone has been found in the essential oil of Pseonia Moutan, 
It is a crystalline body of the formula C^Hj^Oj. Its constitution is— 

C.CO.CH, 

HCj^'^C.OH 

Hci JcH 

d. 0. CH, 

It is therefore p-methoxy-o-hydrbxyphenyl methyl ketone. 

It yields an ethyl ether melting at 46-5°, and a phenylhydrazone 
melting at 170°. 

Paepnol has been prepared synthetically by Hoesch;* he allowed 
' Comptes widw, 164 (1912). 617. « SerichU, 48 (1916), 1122. 
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5 parts of resorcininethyl ether to react with 3 parts of acetonitrile, with 
zinc chloride and ether. Chlorine was then passed through the mixture 
for four hours. The mixture was shaken with ether, and the aqueous 
solution steam distilled, when paeonol comes over with the steam, leaving 
the non-volatile isopaeonol in the flask. 

AcKTOVANILIiONE. 

This body, which is found in the essential oil of Apocynum andosaemi- 
foliim, is isomeric with the last described ketone, being m-methoxy- 
p-hydroxyphenylmethyl ketone, of the constitution— 

C. CO. CHj 

UgI.^ Jc. 0 . CH, 

C.OH 

Anisic Ketone. 

Anisic ketone, CjoHjjO.^, is found in oil of fennel. It is a liquid 
toiling at 263°, and having a specific giavity 1'095 at 0°. Its oxime 
melts at 72°. On oxidation it yields anisic acid. Its constitution is as 
follows:— 

C . CHj. CO . CH,, 

HC/ ^ClI 

Hct^^CH 

C. O. CH.J 


Diosi'henoe. 

Diosphenol, Ci„H,„Oj, or buchu-camphor as it is also called, is a 
phenolic ketone found in the essential oil of buchu leaves. It is a crystal¬ 
line substance having the following characters ;— 

Melting-point. 83“ to 84“ 

Optical rotation. ±0“ 

Boiling-point.232°, with decomposition 

„ „ at 10 mm. 109° to 110*’ 

It yields a phenylurethane melting at 41°, a semi-carbazone melting 
at 219° to 220°, and an oxime melting at 126°. The OH group appears 
to possess alcoholic as well as phenolic functions, forming acetic and 
benzoic ^esters, as well as direct combinations with alkalis. 

On reduction by means of sodium amalgam and alcohol, it yields an 
alcohol, CijHjgOa, melting at 159°. 

Diosphenol has the following constitution:— 

C-CHj 

HjC^'^COH 

CH. CH(CHj)2 
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It has been prepared artificially by Semmler and McKenzie ‘ by 
oxidation of oxymethylene-menthone, CjjHigOj, a diketone, C,(,Hi|iOj, re¬ 
sulting, which is inverted by means of alkalis to diosphenol. 

Cusmano ® has also prepared it artificially by shaking dibromomen- 
thenone with 2-5 per cent, solution of caustic potash, and when solution 
is effected, satuiuting the liquid with carbon dioxide. 

Jasmonk. 

Jasmone, Ci,Hi„0, is a ketone found in essential oil of jasmin, and 
also in neroli, oil. It is a dark-coloured liquid with a powerful jasmin 
odour, and having the following characters:— 

Specific gravity.0'945 

Boiling-paint at 776 mm. 267° „ 258" 

Melting-point of oxime. 45 ° 

„ „ „ semi-carbaeoue.201° to 204' 

SantALONE. 

Santalone, CjjHj,.0, is a ketone found in small quantity in sandalwood 
oil. It has the following characters;— 


Boiling-point.214° to 215° 

„ „ at 16 mm.88° „ 89° 

Specific gravity. 0-990B 

Optical rotation.- 62° 

Melting-point of oxime.75° 

„ „ „ semi-carbazoue.175° 


Musk Ketones (Muskone and Civetone). 

Two ketones of unknown constitution have been isolated from natural 
musk. Of these, muskone, GjjHjgO (or (!,|,H3,|0), occurs to the extent of 
O'fl to 2 per oent.“ It is a thick, colourless oil with a very powerful odour 
p£ musk. It boils at 327° to 330° at 752 mm., and at 142° to 143° at 2 
mm. It yields an oxime melting at 46° and a semi-carbazone melting at 
133° to 134°. 

Sack * has recently isolated a second ketone from natural musk. The 
musk was boiled for some hours with alcoholic potash, the alcohol 
evaporated and the residue extracted with ether. The residue left on 
evaporating the ether was distilled with steam to remove skatole, again 
extracted with ether, the ether evaporated and the residue dissolved in 
alcohol. The alcohol was evaporated, and the residual ketone purified 
by conversion into its semi-carbazone, from which it was regenerated. 
It has the formula C,;Hj(,0, and its characters are as follows:— 

Boiling-point. 204° to 205° at 17 mm. 

.. 342° at 741 mm. 

Melting-point. 32-5° 

„ „ of oxime. 92" 

„ „ „ semi-carbazone . . . 187 ’ 

The name civetone has been proposed for this ketone. 

' Bericfito, 39 (1900)', 1168. 

'‘Atti. B. Accad d. lAncei (6), 22, ii. (1913), 569. 

® JoMr. prakt'. Ghent., ii. 73 (1900), 483. 

*Chem. Z»it., 39 (1915), 588. 
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KAEHFFIliBIA EeTONE. 

The essential oil of Kacmpferia Elhela contains a crystalline ketone 
of the formula C 24 Hjj 04 .* It forms large transparent diamond-shaped 
crystals melting at 102" and having a specific rotation + 198" 20' in 
chloroform solution. The crystals are practically odourless, but in dilute 
alcoholic solution a distinct odour is perceived, which reminds one of 
crushed ivy leaves. It is a highly unsaturated compound, and combines 
readily with bromine. It does not form a bisulphite compound. It 
yields a hydroxylamine-oxime melting at 184", which forms hard white 
ciystals, and which when shaken with dilute hydrochloric acid is converted 
into the oxime CJ 4 H 2 JO 3 : NOH, melting at 166". 

Tt forms a benzoyl derivative melting at above 260" with decomposition. 

GiiiuuN Ketonk. 

.1 ketone exists in gurjin oil, which according to Semmler has the 
formula ('ijHjjO, whilst Deussen and Philipp “ consider its formula to be 
Uj,,Ho 40 . It has the following characters:— 

Melting-point. 13° 

Boiling-point.163° to 160° at 10 mm. 

Specific gravity at 20'. I'OIT 

Refractive index. 1‘527° 

Optical rotation. - 1 -123" 

The last three liguies apparently refer to the ketone in the supcifused 
condition. 

The semi-caii)azone melts at 234”, and has a specific rotation 317" 
in chloral hydrate solution. 


7. PHENOLS AND PHENOLIC COMPOUNDS. 

PniiNvu-MBTHyu Btheh. 

This ether, . 0 . GH 3 , known as anisole, is a mobile oil of very 
fragrant odour. It is used to some extent in synthetic perfumery. It 
is prepared by the action of methyl iodide on sodium-phenol, according to 
the following equation :— 

(:„H,ONa -t- CH 3 I = . 0 . ('.II 3 -i- Nal. 

It Iwils at 172". 

PHENYL-ETHyi. BtHEK. 

This ether, (!,,1L . 0 . C^Hj, is known as phenetole. It is a fragrant 
liquid boiling at 172", and is prepared in a similar manner to tbe methyl 
ether. 

Diphenyl Oxide. 

Phenyl Ether, —Diphenyl jixide, . 0 . UjHf,, is a ciystalline com¬ 

pound which has been knowii for many years, but which has suddenly 

‘ Chrni. See. Trane. 107 (1915), *4. 

« Animlen, 369 (1909), 56 ; 374 (1910), 105. 
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come into considerable vogue in synthetic perfumery. It has been vari¬ 
ously described as having an odour resembling orange oil, hyacinths, and 
gerapum. As a matter of fact, it has a powerful odour of geranium 
leaves, and is the basis of most of the synthetic geranium oils. It can 
be prepared in numerous methods, of which the following are examples; 
On distilling copper benzoate, diphenyl oxide results directly, or by 
digesting diazo-benzene sulphate with phenol, diphenji oxide results, 
according to the following equation:— 

C^HisN ; N . H80, + C„H,OH = {C^;E,),0 + if, + HjSO^. 

It also results by heating phenol with aluminium chloride. 

Diphenyl oxide forms long crystals melting at 27° to 28° and boiling 
at 252° to 253°. As illustrating the manner in which valuable synthetic 
3 jerfumes are overlooked, unless their discoverer happens to be an exi)ert 
in odours, we quote the following from a work published in 1899: “ Di¬ 
phenyl oxide has an indescribable hyacinth-like odour, but has not found 
any practical'application”. To-day, it is manufactured in very large 
quantities, and, as stated above, forms the basis of all the synthetic 
geranium oils. It is readily soluble in alcohol and most organic solvents, 
and is most useful in all blends where a •geranium odour is required, 
Cresol yields similar oxides, having marked perfume odours, but these 
do not yet appear to be commercial articles. The three isomeric ethers 
have the following characters; their formula is (C 7 H.) 20 ; the ortho¬ 
compound boils at 272° to 273°; the meta-compound boils at 284° to 286°; 
and the para-compound melts at 50°. 

Ckesol Compounds. 

Afeto-cresol, C^HjO, is a crystalline substance, melting at 4 and toil¬ 
ing at 201°. It occurs to a considerable extent in coal-tar ini-xtures, and 
is present in very small amount in essential oil of myrrh. It forms a 
characteristic tribromide, melting at 82°. 

Pora-cresol, which is also a constituent of coal-tar creasote, occurs in 
the essential oils of jasmin and cassie flowers. It is a ciystalline sub¬ 
stance melting at 36° and toiling at 199°. It can be identified in the 
following manner. Its alkaline solution is treated with dimethyl sulphate, 
which converts it with its methyl ether, a highly odorous liquid boiling at 
175°, and which, on oxidation hy permanganate of potassium yields 
anisic acid melting at 180°. Para-cresol yields a benzoyl derivative 
melting at 70° to 71°. 

Pora-cresol methyl ether occurs naturally in oil of ylang-ylang and 
similar flower oils. It is also prepared synthetically, and forms a useful 
artificial perfume for compound flower odours. It is a liquid toiling at 
175°, and, as stated above, yields anisic acid on oxidation. 

These three bodies have the following constitutions:— 


C.CHj 

C.CH, 

C.CHa 


hc^Nch 

HC/\CH 




CH 

.C.OH 

C. 0. CH, 

m-crssol. 

p-ciesol. 

p-oresol metliyl ethei 
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/C,R, 

Phlorol, CgH.C , or ortho-ethyl phenol, has been identified in pine 

^OH 

oil, and in the form of its methyl and isobutyl ethers, in oil of arnica. 
These two ethers have the formula— 


Cafl/ 

\OCH3 
Methyl ether. 

Phlorol boils at 225° to 226°. 


cA<r 

Isobutyl ether. 


Guaucol. 


Guaiacol is the monomethyl ether of the diphenol, catechol, or ortho- 
dihydroxylxinscne. Its constitution is— 




/ 


OH 

O.CH 3 


It has l)een found in pine oil. 


Thymol. 


Thymol, Cj^Hj^O, is the principal constituent of the oils of thyme and 
ajowan seeds. It is isopropyl-weta-cresol of the constitution— 

C.CH 3 

HG^^CH 


HC'^^COH 

C.CH(CH3), 


It is a colourless crystalline substance, having the characteristic odour 
of thyme oil, and possessing very povrerful antiseptic properties. Its 
characters are as follows:— 


Melting-point.50'5* to 61'5° 

Boiling-point. 282^ at 752 mm. 

Specific gravity at . 0-969 

llefroctive index . .. 1-6227 (superiused) 

It combines with chloral to form a compound melting at 131° to 134°. 
Its phenylurethane melts at 107°. It forms a nitroso-oompound melting 
at 160° to 162°, when treated with nitrous acid. 

If thymol be treated with sodium and a current of carbonic acid be 
passed through it, o-thymotio acid is formed, which when liberated by 
means of hydrochloric acid and purified by distillation, melts at 123°. 
Thymotic acid has the constitution— . 

__ 
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By oxidation it yields thymoquinone, C„H2(02)(CH.)(C3H.), melting 
at 48". 

Thymol frequently occurs associated with carvacrol, its ortho-isomer, 
and may be separated therefrom by fractional crystallisation of the 
phenylurethanes, that of carvacrol being much less soluble in peti-oleum 
ether than that of thymol. 

Thymol forms a soluble compound with alkalis, and can be extracted 
from the oils in which it occurs by shaking with a 5 per cent, solution of 
caustic soda or potash. 

* Thvmol-mbthyl Ethbh. 

The methyl ether of thymol is found in the oil of Crithmum maritimmn. 
It is a liquid of the constitution— 

C.CH, 

HC^jcOCH^ 

C.CH(CH3)3 

boiling at 214'’ to 216°, and having a specific gravity 0‘954 at 

On treatment with hydrobromio acid in acetic acid solution it yields 
thymol. 


Cakvackol. 

Carvacrol, CmHj^O, is a phenol isomeric with thymol, with which it 
is frequently found associated, especially in certain types of thyme and 
origanum oils. 

Carvacrol is isopropyl-orffio-cresol, of the following constitution:— 

C. CHj 

HC.^^COH 

JcH 

C 

CH(CH3)3 

It results, artilioially, fi-om the treatment of eaivone by potash or 
phosphoric acid, and by heating camphor with iodine. 

Carvacrol is a colourless liquid, with a fragrant odour, solidifying, 
when quite pure, in the cold. 

Its characters are as follows:— 


Melting-point.h 0-3° to + 1° 

Boiling-point. 236" 

Specific gravity. 0'981 

Refractive index . . ... . . . 1'6240 

Optical rotation. -e 0" 


It yields a phenylurethane melting at 141°. 

If carvacrol be treated, in alcoholic potash solvfeion, with amyl nitrite, 
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nitrosocarvaorol, C„Hj(CHa)(OH)(C 3 Hj)(NO), results. This body forms 
well-defined crystals melting at 153°. 

By heating carvacrol with alkalis, it is converted into isocuminic 
acid, OaHa(CaH7){0H)(COOH), melting at 93°. By oxidation with 
chromic acid mixture, thymoquinone results. This compound forms 
crystalline tables melting at 46^ to 46°. 


Chavicol. 


Chavicol, CaH„|0, is an unsatui-ated phenol, found in oils of betel nut 
and bay leaves. It is a colourless, highly odorous liquid, having the fol¬ 
lowing characters:— 


Specific gravity.1-035 

Uptical rotation.±0° 

Refractive index.1-5141 

Boiling-point. 237° 


It is para-oxy-allyl-bensene, of the constitution— 


O.OH 


HC 

HC 


/\ 


CH 


C. CHa. OH:CHa 


Like most phenols, it gives an intense blue colour with solution of 
lerric chloride. By heating it with alcoholic potash and methyl iodide it 
is converted into methyl-chavicol or estragol, the characteristic constituent 
of tarragon oil. 


Estkagoi.. 

Esti-agol, or methyl-chavicol, CjdH,.^ 0, is a constituent of tan-agon, 
anise-bark, bay, fennel, and other essential oils. It is a strongly odorous 


liquid having the following characters:— 


Boiling-point. 

. 215° to 216° (corrected) 

„ ' „ at 12 mm. 

97° to 98° 

Specific gravity. 

0-972 

Refractive index. 

1-6220 

Its constitution is— 


COCH, 




Hcl^^JcH 



C . CHj’. CH: CHj 


Methyl-chavicol (estragol, isoanethol methyl-p-oxy-allyl-benzene) is. 
isomeric with anethol, which by a system of cross-naming is also known 
as iso-estragol. In common with other phenol ethers, containing the 
allyl group, estragol is converted into its isomer, anethol, which contains 
the propenyl group, by boiling with alcoholic potash. 

This reaction serves as a means of identification of estragol. If it be 
heated for twenty-fou» hours on the water-bath, with three times its 







THE CHEMI8TBY OF ESSENTIAL OILS 


volume of a saturated alcoholic solution of potash, it is converted into 
anethol, which, after drymg and recrystallisation from petroleum ether, 
melts at 22°, and boils at 232° to 233°. 

If 30 grams of estragol be shaken with 20 grams of potassium per¬ 
manganate in 2000 c.C. of water, and 20 c.c. of acetic acid, the solution 
being kept cold, estragol yields homo-anisic acid, which can be isolated 
by, rendering the liquid alkaline with carbonate of sodium, filtering, 
lifcrating tbe acid by the addition of sulphuric acid, and extracting 
with ether, 

/CH^COOH 

Homo-anisic acid, , forms well-defined crystalline 

\UCH, 

tablets, melting at 85° to 86°. 


Anethol. 


Anethol (isoestragol, methyl-p-oxy-propenyl-benzene) is the principal 
constituent of aniseed and star aniseed oil, and occur to a considerable 
extent in fennel oil. It is a crystalline solid, having the characteristic 
odour of aniseed oil, and possessing the following characters:— 


Helting-point.22° to 23° 

Boiling-point. 233° „ 234° 

Specific gravity at 25°.0'M6 

Befiactive index at 25°. 1-5600 


Its constitution is— 


COCHj 

HC/^CH 

i I 

C. CH ; CH . CHs 


Anethol is the raw material from which most of the artificial hawthorn 
perfume is manufactured. This perfume consists of anisic aldehj'de, 
known commercially under the name “ aubepine ”. 

/COOH 

Anethol can be identified by oxidation to anisic acid, , 

\OCH, 

melting at 184°. It is obtained in the following manner: 5 grams of 
the anethol containing oil or fraction are heated to 50“ with a solution 
-of 25 grams of bichromate of potassium and 50 grams of sulphuric acid 
made up to 100 c.c. with water. IHie mixture is well shaken, allowed 
to cool and the liquid decanted. The solid deposit is washed with wrater 
and finally reorystallised twice from boiling water when it will be found 
to melt at 184°. 

Anethol dibromide, . OCH,. C,HjBr,, melting at 67°, is also a 
useful crystalline derivative by which anethol can be identified. It is 
obtained by the action of bromine in chloroform solution on anethol. 
The product is ciystallised fr6m petroleum ether, and then melts at 67°. 

.CHBr.CHBr.CHji 

Its constitution is 
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Hydroquinone Ethyl Ether. ♦ 

The ethyl ether of hydroquinone, para-oxyphenetol, 
to a small extent in oil of star aniseed. It can also be prepared artiboialJy 
by heating j^ara-diazophenetol sulphate with dilute sulphuno^ acid, or dj 
boiling hydroquinone with ethyl iodide and potassium hydroxide undeT a 
reflux condenser. Its constitution is— 

COH 

i I 


CiO. 

It forms white colourless needles, melting at 66‘ 
246'^ to 247°. 


and hoilin^ at 


Thymohydboquinonk. 


Thymohydroquinone, is a constituent of the essential oils 

of Callitris quadrivalris, Monarda fistulosa, and Thuja articidata. It is 
a crystalline compound melting at 143° and boiling at 290°, or at 130° at 
6 mm. pressure. Its constitution is— 


C—GH, 

HC^^COH 

1 

HOCl^^'CH 

C. CH(GH,). 

By oxidation with potassium permanganate, it yields thyraoquinone 
{q.r). 


Thymohvdkoquinonk Dimethyl Ethek. 


This phenolic compound, GijHjgOj, exists in the essential oil of 
JSupatoi’iuni Iriplinerve, and in arnica root oil. It is an oil having the 
following characters:— 


Boiling-point 

„ „ at V2 mm. 

Specific gravity at 20° 
Refractive index 


248° to 250° 
118° 
0'9918 
1-5134 


Its constitution is— 


G--CR, 

HG|^SgOGHj 

gh,.o.gI Jgh 

G. GH(GH,)s 

• • , , 

By treatment with hydriodio acid and amorphous phosphorus, it is 

converted into thymohydroquinone, which melts at 143°, and which, as 
described above, yields.thymoquinone on oxidation. 
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Thymoquinonb. 

This body, although not a phenol or phenolic ether is conveniently 
described here. It is a quinone, of the formula C,;H2(02)(CH3)(C3Hj), 
occurring in the essential oils of Mona/rda fistndosa and Thuja armulata. 
It is a ciystalline Ijody melting at 48° and boiling at 98" to 100° at 6 mm. 
By treatment with hydroxylamine it yields isonitrosothymol, CjdHigNOj, 
melting at 161°. This body, on oxidation with potassium ferrocyanide 
in alkaline solution, yields mononitrothymol, melting at 137°. 

CitKOSon. 

Greosol is a diphenol, of the constitution— 

C. CH„ 

HCj^^CH 

HC'^ Jo. OH 
C.OH 

It occurs in oil of ylang-ylang. It is an odorous oil boiling at 220' . 

Allyl-pykocatechol. 

Allyl-pyrocatechol, CjiHmOj, exists in Iretel leaf oil. It is a crystalline 
body melting at 48° to 49° and boiling at 139“ at 4 mm. It yields a 
dibenzoyl derivative melting at 71° to 72°. Its constitution is as follows 

C . OH 

HC^VOH 

:i ; 

lie; /jCH 

C. CH,. CH : CH., 

By niethj lation with dimethyl sulphate and potash, it yields tnethyl- 
eugenol, boiling at 248° to 249°; and which on oxidation yields veratric 
acid, melting at 179° to 180°. 


Pyuooallol Dimethyl Ether. 

This phenolic ether, C„H 3 {OH){OCH 3 )j, has been identified in the 
essential oil of an Algerian plant, whose botanical source is not identified. 
It is a crystalline b^y melting at 51°, and yields a benzoyl derivative 
melting at 107° to 108°. 


Euqenol. 


Eugenol, CnjHijjOj, is the characteristic constituent of the oils of 
cloves, cinnamon leaf, bay and pimento, and is also found in numerous 
other essential oils. It is a liquid of powerful clove odour, having the 
following characters:— 


Specific gravity . 
Refractive index . 
Boiling-point 

>1 t» * 

Optical rotation . 


I'OTO 

1-6439 

262° at 760 mm. 
128° „ 12 „ 
±QP 
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It has the following constitution:— 

COH 

IICj^^^COCHi, 

C.GH,. CH :CH^ 

It is the law material from which the bulk of the vanillin of com¬ 
merce is obtained (see under VaniUin), for which purposes very large 
quantities are consumed. . 

Eugenol yields a characteristic benzoyl derivative when treated with 
benzoyl chloride in the presence of caustic potash. Benzoyl-eueenol 
melts at 69“ to 70°. 

The diphenylurethane melts at 107° to 108“. By treatment with 
methyl iodide in the presence of caustic alkali, eugenol is converted into 
methyl-eugenol, which is characterised by its monobroiho derivative 
melting at 79“ to 80". 

For the manufacture of vanillin, eugenol is first isomerised to iso- 
eugenol, in which a rearrangement in the side chain has taken place. 


ISORUGKNOL. 


Isoeugenol, CiuH^Oj, is found to a small extent in the essential oils 
of ylang-ylang and nutmeg, but is principally of importance in the mann- 
lacture of vanillin, eugenol being first isomerised into isoeugenol, which 
is then converted into vanillin. Isoeugenol has the following constitu¬ 
tion :— 


COH 

HC^^CO. CH.. 


HC 


'CH 


\/ 

C . CH : CH. CH, 


Its characters are as follows:— 


Boiling-point.262° 

Specific grarity. 1-0880 

Refractive index. 1-5730 


Isoeugenol, when cooled to a very low temperature, crystallises in 
fine needles, which melt at 34°, but it' usually exists in a state of super¬ 
fusion. 

It is a liquid with a powerful carnation odour, and is indispensable 
in the cofnpounding of perfumes of the carnation and “ oeillet ” type. 

There are several crystalline compounds useful for the identification 
of isoeugenol, amongst which are the following:— 

Benzoyl-isoeugenol, melting at 105°, is prepared by the addition to 
10 parts of isoeugenol of a dilute solution of caustic soda, and then of 
15 parts of benzoyl chloride. The temperature should be kept low, and 
crystals of benzoyl-eugenol will separate.* 

If equimolecular proportions of isoeugenol and acetic anhydride are 
heated for four to five hours to 135°, aud the nfixture washed with dilute 
alkali, acetyl-isoeugenol*results, which, when dissolved in benzene and 
von. II. 16 
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precipitated by petroleum ether, crystallises in needles melting at 79° 
to 80^. 

Isoeugenol, shaken with dimethyl sulphate and caustic potash, yields 
raethyl-isoeugenol, which can be identified by its dibromide, melting at 
101° to 102°. 

Isoeugenol yields a diphenyl-urethane melting at 112° to 113°. 

The conversion of eugenol into isoeugenol is a matter of considerable 
importance, especially in the manufacture of vanillin (q.v.). It can be 
effected by boiling eugenol with alcoholic potash for twenty-four hours, 
but the yield is not a satisfactory one. According to De Lake’s patent 
(France, 209;149), 25 parts of caustic potash and 36 parts of amyl 
alcohol are heated, and any carbonate of potash present is separated by 
filtration. Five parts of eugenol are added and the mixture heated to 
140° for sixteen to eighteen hours, the amyl alcohol being then removed 
by steam distillation. The isoeugenol is then liberated by the addition 
of dilute sulphuric acid and distilled in a current of steam. 

Thei-e are several other methods for the isomerisation of eugenol, but 
they all, in the main, depend on the action of caustic alkalis at an 
elevated temperature. 


Acbtbuobnol. 


A very small amount of aceteugenol is present in essential oil of 
cloves. Its constitution is as follows:— 

COOC. CH., 

HCf^^CO. CH., 


HC^^CH 

C. GE,. CH : CH., 

It also results from the action of acetic anhydride on eugenol. Its 
characters are as follows:— 


Melting-point.29° 

Boiling-point at 752 mm.281° 

„ „ „ 8.UG° 

Specific gravity (at 16°, snperfused). 1-0842 

Iletiactiveindex(„ „ ., ).1‘5207 


Acetisoeugenol is the corresponding derivative of isoeugenol, and 
melts at 79° to 80°. 


Mbthyl-bugenol. 

The methyl ether of eugenol, CuH^O,, is found in calamus oil, cassie 
oil, betel oil, bay oil, and various other essential oils. It can be prepared 
artificially by the action of methyl iodide on eugenol sodium. Its con¬ 
stitution is identical with that of eugenol, except that the phenolic group 
—OH has been replaced by the methoxy group—0 . CHj. 

It is a useful adjunct in the manufacture of perfumes of the carnation 
type, modifying the odours of eugenol and isoeugenol to some extent. 

Its characters are as follows:— 
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Specific graVilijr .......... 1'042^ 

Optical rotation.. ± 0° 

Befraotive index.1'6380 

Boiling-point.218° 

The principal derivative for identification purposes is verattic acid, 
C„Hj(GOOH)(OCHj) 2 , which is obtained by oxidising 6 grams of methyl- 
eugenol with a solution of 18 grams of potassium permanganate in 400 
c.c. of water. When recrystallised from alcohol, veratric acid melts at 
179° to 180°. 

Monobrom-methyleugenol dibromide is also a useful derivative to 
prepare. Its constitution is— 

^CH.,. CHBr. CHjBr 

C,,HjBr—OCHj 
\0CHj 

It can be obtained by dissolving 50 grams of methyleugenol in 100 
gmms of absolute ether, and adding 30 c.c. of bromine dr6p by drop, the 
mixture being kept cold during the process. The crj'stalline compound, 
having the above formula, melts at 79° to 80°. 

Methti,- 180 eugknol. 


Methyl-isoeugenol, beai-s exactly the same relationship to 

isoeugenbl as methyl-eugenol does to eugenol. It occurs naturally in the 
oil of Asarum arifolium, and can be obtained by the action of methyl 
iodide on isoeugenol sodium, or by isomeiising methyl-eugenol by hot 
alcoholic potash. 

Methyl-isoeugenol has the following characters:— 

Boiling-point.263° 

Specific gravity.1’062 

Retractive index.1'8720 

On oxidation it yields veratric acid melting at 179° to 180°, and by 
the action of bromine on the phenol-ether dissolved in absolute ether, a 
dibromide is obtained, which melts at 101° to 102°. It has the con¬ 
stitution— 

^CHBr. CHBr. CH, 

C,,H,—OCHj 
^OCH,, 


Tasmanol. 

Eobjnson and Smith' have separated a phenol from the oil of 
Eiwalyptus Uiieark, which they have.named tasmanol. 

The phenol was removed from the crude oil in the usual manner by 
■shaking with aqueous sodium hydrate, washing the aqueous solution 
with ether to remove adhering oil, acidifying and extracting with ether. 
The residue, which contained a small amount of acetic and butyric acids, 
was washed with dilute sodium carbonate, extracted with ether, the 
ether removed and the phenol distillefl. It boiled at 268° to 273° C. 
<unoor.) and at 175° under 25 mm. pressure, It was optically inactive, 

' Jour, df Proc. Roy. See., JT.S.W., (1914), 518, 
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the specific gravity at 23° was r077, and the refractive index at 22° was 
1'6269. Besides being soluble in the alkalis the phenol is soluble in 
ammonia, partly soluble also in sodium carbonate but not in bicarbonate. 
It also dissolves slightly in boiling water. The reaction with ferric 
chloride in alcoholic solution is characteristic, the deep red colour which 
is first formed remaining persistent for days, after the alcohol has evapo¬ 
rated. The odour reminds one somewhat of oaivacrol under certain con¬ 
ditions. It contains one methoxy group and appears to have two phenolic 
groups in the para position to each other. 


SAFKOIi. 


Safrol, CjijHijO-j, is the methylene ether of allyl-dioxybenzene, of the 
constitution— 

CO—|CHa 
HC^^CO 



CH 

CHj. Cll: CH. 


It is found to a considerable extent in oils of sassafias, camphor, and 
ilieium relujiomvL When pure it is a white crystalline mass at low 
temperatures, melting at + 11°. At ordinary temxwratures it forms a 
colourless oil of characteristic, pleasant odour, and having the following 
characters:— 


Specific gravity . 
Refractive index . 
Melting-point 
Boiling-point 

„ „ at i mm. 

Optical rotation . 


M06 to 1-107 
1-6360 „ 1-5400 
-I- ir 
233“ 

or 

+ O’ 


It is easily converted into isosafrol (containing the propenyl grouij; by the 
action of alcoholic potash. Safrol is used to an enormous extent for per¬ 
fuming cheap soaps, and is also of great commercial value on account of 
the fact that on oxidation it yields heliotropin, an artificial perfume which 
is now largely employed (q.v.). 

Safrol, on oxidation in the following manner, yields homopiperonylic 
acid melting at 127° to 128°. A mixture of 5 parts of safrol and 12-5 
parts of potassium pei-manganate dissolved in water and 5 parts of acetic 
acid are heated to 70" to 80°, and the liquid r-endered alkaline. 

The liquid is filtered, atrd on extraction with ether- yields some pipe- 
roual (heliotropin), melting at 37°. The residual liquid is boiled with 
magtresium carbonate, resinous matter extracted with ether, the liquid 
filtered aird the acid set free by means of dilute sulphuric acid. Hoino- 
piperonylic acid crystallises out on evaporation, and forms tine needles 
melting at 127° to 128°. 

If chromic acid be used as the oxidising agent, piperonal and pijre- 
ronylic acid, melting at 228°, are formed. 

Safrol yields a pentabromide, Cj^BrjH/)^, melting at 169" to 170". 
On reduction by nickel in a stream of hydrogen, safrol yields a dihydio 
product, G,„H, 20 .j, boiling at 228°, and wrcto-propyl-phenol, boiling at 228° 
also. 








THE C0NSTITDENT8 OF ESSENTIAL OILS 245 

IsOSAFROIi. 

Whilst safrol is the methylene ether of allyl-dioxy-benzene, isosafrol 
is the methylene ether of propenyl-dioxy-benzene, so that the two bodies 
are related to each other in the same way as eugenol and isoeugenol. 

Isosafrol results from the isomerisation of safrol by heating with 
alcoholic potash, and this conversion is the preliminary step in the manu¬ 
facture of heliotropine since isosafrol yields considerably more heliotropine 
on oxidation than safrol does. Isosafrol has the following constitution:— 

CO—|CHj 
HC/ CO 

! 

HC^^ ICU 

C . CH : CH . CH., 

Its characters are as follows :— 

Specific gravity 
Boiling-point 
Uefractivo index 

Isosafrol yields piperonal (heliotropine) melting at ST’ as the principal 
product of oxidation when potassium permanganate is used as the oxidis¬ 
ing agent. It the oxidation be very energetic piperonylic acid, melting at 
228", is the principal reaction product. 

With excess of bromine, isosafrol yields a penta-bromide, melting at 
197“. If safrol, dissolved in carbon bisulphide be heated carefully with 
bromine, it vields monobrom-isosafrol dibromide, CinH.iBr-O,, melting at 
109" to 110". 

.Accoi'ding to Hoering and Baum,' commercial isosafrol contains two 
geometric isomei-s, which they term n-isosafrol and j8-isosafrol. They 
differ slightly in odour, a-isosafrol being intermediate in this respect be¬ 
tween safrol and /3-isosafi'ol. It is not probable that they yield different 
products on oxidation, nor is there the slightest reason to believe that 
•heliotropine is any such corresponding mixture. 

Asabonk. 

Asarone, or 4-propenyl-l .2.5. trimethoxytenzene, CijHjnOj, is the 
trimethyl ether of a triphenol, which is found occurring naturally in the 
essential oil of Asarnm arifolium, and to a small extent in matico and 
.aeorus oils. It is an aromatic crystalline compound having the following 


characters:— 

Melting-point.62° 

Specific gravity.I'OSa 

Refractive index . . . >.1’6T19 

Boiling-point. 296° 


Its constitution is— 

COCH, 

HC^^COCHj 

HXOC. jcH 

C.CH:CH.CH, 

* lieriefUe, 42 (1909), 8076. 


1'1265 

254° 

1-5780 
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On treatment with bromine in carbon tetrachloride solution, it yields 
a dibromide in which two atoms of bromine have been fixed in the pro- 
penyl side chain, melting at 85° to 86°: 

By oxidation asarone yields asarylic aldehyde, CjH 2 (CHOXOCH 3 )j, 
melting at 114°, and finally asarylic acid, CjHj(OOOH){OCHj)j, melting 
at 144°, This acid is, of com-se, identical with trimethoxy-benzoic acid. 


Elemicin. 


Elemicin is isomeric with asaione. It is 4-allyl-l. 2.6-trimethoxy- 
benzene, and is found in the essential oil of Manila elemi. Its char¬ 
acters are as follows;— 


Specific gravity.. . 1'066 

Boiling-point at 10 mm.. 141“ to 147“ 

Refractive index.l'S28S 


Its oonstitittion is- 


COCH, 

HjCOCj^^COCHj 

hcNch 


C. CHj. CH: CHj 


If elemicin be heated with alcoholic solution of potash, the allyl gioup 
is isomerised to the propenyl group, and iso-elemicin results. 

Both bodies yield trimethylgaUic acid, C„H 2 (COOHXOCH 3 ) 3 , melting 
at 169° on oxidation. 

Elemicin has been synthesised hy Manthora.^ 

By boiling allyl bromide and pyrogallol dimethyl ether with acetone 
and potassium carbonate, he obtained a dimethoxyphenyl allyl other, 
which was converted into dimethoxyallyl phenol by heating to 220°. On 
roethylation this yields trimethoxyallyl benzene, identical with elemicin. 


Mybisticin. 


Myristicin, CuHiaOj, is 4-allyl-6-methoxy-l. 2-methylenedioxybenzene. 
It is found in oil of nutmeg and in parsley oil. It is a fragivint compound 
having the following characters:— 

Specific gravity. 1-1450 

Refractive index. 1-S40S 

Boiling-point.171“ to 173“ at 40 mm. 

„ „.149° at IS mm. 

Its constitution is— 

CO—|CH2 
HjCOC.^^CO 

HCl^^'CH 

C.CH2.CH;CH2 

On isomerisation with hot alcoholic pfitash it yields isomyristicin,' 
which contains the propenyl group in the side chain, and is a solid Body 
melting a* 44° to 45°. 


'AnnaUn,m (1917), 280 . 
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Myristicin and isomyristicin are distinguished by their reactions with 
bromine. Myristicin, when treated with two atoms of bromine, yields an 
oily liquid, whilst isomyristicin yields a crystalline body melting at 109‘. 
If the isomers are dissolved in acetic acid, and treated with bromine until 
no more is absorbed, the mixture being kept cold all the time, the follow¬ 
ing compounds are obtained:— 

C,Brj(GHj. CHBr. CH^Br. KOCHjXOjCHj). 
Dibromomyristicin dibromide. Melting-point = 130°. 

C,Br,(CHBr. CHBr. OH 3 )(OCH,)(Oj,CHj). 
Dibromoisomyristicin dibromide. Melting-point -=1 156°. 

Both isomers yield myristio aldehyde on oxidation by means of potas¬ 
sium permanganate. This aldehyde has the formula 

C,,H,(CH0)(0CH,)(02CH,), 

and melts at 131°. By further oxidation it yields myristicjwiid, 
0„H,(C00H)(0CH3)(0,CH,) 

melting at 210". 

Ali,yl-tf.tbamethoxvbknzenk. 

This phenol ether has been isolated from French oil of parsley. It is 
a crystalline compound of the formula CijHigOi, which can be separated 
by freezing the oil and drying the crystals on porous plates for twenty-four 
hours, and recrj'stallising the product several times from alcohol. Its 
constitution is as follows;— 

COCHj 

H/JOCf^^COCH, 

HcL jcOCH. 

G. CH.. CH ; CH, 

It has the following chaiacters :— 


Alelting-point.25° 

Specific gravity at 25°.1'087 

Kefraotive index at 25°.1-5146 


The corresponding propenyl isomer is unknown. 

On oxidation with permanganate of potassium, this phenol ether 
yields tetramethoxy benzoic acid, C|,H(OCH 3 ) 4 COOH, melting at 87°. 

• Apiol. 

• 

Apiol, the principal constituent of oil of parsley, is an allyl-dimethoxy- 
methylene-dioxybenzene of the formula C, 2 H, 404 . Its physical char¬ 
acters are as follows:— 

Melting-point. 30° 

Boiling-point . . . * . . •. . . 294° 

• „ „ at S3 mm. 179° 

Specific gravity.1'1788 (euperfused) 

Refractive index . . . . * . . . 1-5380 
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Its ooDstitation U as follows:— 

CO—|CH, 

HjCOCf^N.CO 

Hcj^JcOCH, 

C. CHj. CH: CH, 

On heating apiol for twelve hours with alcoholic solution of potash, 
it is isomerised, the allyl group being changed into the propenyl group, 
isoapiol resulting. Isoapiol, C„H(CH : CH . CH 3 )(OCH 3 ) 5 j(OjjChJ, is a 
crystalline compound having the following characters;— 


Melting-point..W to 56“ 

Boiling-point. 303“ „ 801“ 

„ „ at 38 mm.189“ 


Apiol can ,be identified by its melting-point and its easy conversion 
into isoapiol melting at 55° to 56°. 

If apiol, dissolved in carbon bisulphide, be treated with bromine in 
the same solvent, and the solvent evaporated, monobromapiol dibromide, 
C«Br(OjCHj)(OCH 3 ) 3 (C 3 HjBr 2 ), melting at 88° to 89°, results. It can be 
obtained in a pure state by several crj'stallisations from absolute alcohol. 
The corresponding isoapiol compound melts at 120°. Both apiol and 
isoapiol yield apiolio aldehyde and apiolic acid on oxidation, a better 
yield being obtained it apiol be first isomerised to isoapiol. Four grams 
of isoapiol are dissolved in 40 c.c. of acetic acid, and 5 grams of chromic 
acid dissolved in 100 grams of acetic acid are added. After about two 
hours, 1000 c.c. of water are added, the mixture neutralised -with caustic 
.soda, and the liquid filtered. On standing in a cold place, long needles 
of apiolic aldehyde, Ci|,Hj|,Or,, separates, which when recrystallised from 
iilcohol, melt at 102° and boil at 315°. To convert isoapiol into apiolic 
acid, 30 grams of potassium permanganate are dissolved in 1600 c.c. of 
water and mixed with 8 grams of isoapiol suspended in 800 c.c. of water 
rendered alkaline and heated to boiling temperature. The mixture is 
heated for an hour on the water-bath and then filtered and unaltered 
isoapiol extracted with ether. The mixture is then acidified with sul-. 
phuric acid, the yellow precipitate formed is dissolved in boiling water 
with the addition of animal charcoal, and the filtrate allowed to cool, 
when apiolic acid, Ci„H,„0„, melting at 175° separates. 

DltLAPIOIi. 

Dillapiol, Cj 5 jHi 404 , differs from apiol only by the orientation of its 
side chains. It is found in Bast Indian, .Ta})anese, and Spanish'dill oils, 
and in certain types of matioo oils', etc. It has the following constitu¬ 
tion ;— 


CO—|CH,, 
H3CO(/\co 


' I 


H 3 COC' 


'CH 

C .‘CHi. CH ; CI^., 
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Its physical characters are as follows;— 

Boiling-point. 

„ „ at 11 mm. 

100 

Specific gravity at .... 

Retractive index at iiS° 


. 285“ 

. 162“ 

. I'l(i44 

. 1-5278 


By boiling with alcoholic potash for six to eight houi-s, the allyl group 
is changed into the propenyl group, and iso-dillapiol results. This body 
is a crystalline compound melting at 44“ and boiling at 296‘. 

If dillapiol dissolved in glacial acetic acid be treated with excess of 
bromine, a precipitate is obtained, which, after seveiul reerystallisations 
from alcohol, forms fine needles melting at 110". This body is mono- 
hrom-dillapiol dibromide of the formula, 

C„Br(CH,. CHBr . CH3Br)(0CHi,)(0,CH2). 

Iso-dillapiol, which has also been found naturally in oil of Pijrn 
acutifoUim, yields the corresponding bromide, melting at 115°. 

On oxidation, in the manner described under apiol, there are obtained 
from both, dillapiol and iso-dillapiol, dillapiolic aldehyde, melting at 75“, 
and dillapiolic acid, melting at 151“ to 152”. 


Ch.wibetol. 


This phenolic constituent of betel oil, CjnHioOj, is an allyl-guaiaool, of 
the constitution— 

COCH^j 

HU/'^.COH 


C . CH,. CH : GH., 

It is an oil having the odour of betel oil, and whose characters are¬ 
as follows:— 


Boiling-point 

„ ., at 12 mm. 

Specific gravity . 
Refractive index. 
llelting-point . 


254" to 256" 
131" „ 133“ . 

1-069 
1-5413 
-1- 8-5" 


It yields a benxoyl compound, which crystallises in small plates 
melting at 49° to 50". It also yields an acetyl derivative toiling at 


275" to 277". 


PHLOBACE'rOPHENONB-DlMETHVL-ETHEK. 

• 

This ether, C,||Hi 204 , is a constituent of the oil of Blwmea balsamifera. 
It is a colourless ciystalline compound melting at 82° to 83°. Its con¬ 
stitution is as follows:— 

CH 

HjCO'C-^Y^H 

hc!^Jc*co-ch, 

COCHs* 
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It yields an oxime, melting at 108° to 110°, an acetyl derivative 
melting at 106° to 107°, a methyl ether melting at 103°, and a yellow 
crystalline monobromide melting at 187°. 

j8-Naphthol-methvl-bther. 

This substance is an artificial perfume having a neroli-like odour,'and 
was introduced into commerce under the name yara-yara, and is'also 
known as nerolin. It is a crystalline compound melting at 72°' and 
boiling at 274°. Its constitution is— 


CH CH 



It can be prepared by digesting j3-naphthoI-sodium with the calculated 
quantity of methyl iodide in methyl alcohol solution; or by heating 
1 part of y3-naphthol, 3 parts of methyl alcohol, and 1 part of hydrochloric 
acid in an autoclave to 150°. 

/S-Naphthol-bthvl-bthek. 

This body corresponds with the methyl-ether just described, the CHj 
group being roplac^ by the CjHr, group. It is prepared in the same 
manner, substituting ethyl compounds for the methyl compounds. It 
was introduced into commerce under the name bromelia, and is, in 
common with the methyl-ether, known as nerolin. It is a colourless 
'crystalline solid melting at 37° and boiling at 282°. Its specific gravity 
at 50° is 1'051. The ethyl-ether has a finer odour than the methyl-ether, 
and has a suggestion of pine-apple. 


8. OXIDES AND LACTONES. 

COUMAHIN. 

Courmrin, C,jHjOj, is, chemically, the 8-lactone of coumarinio acid 
(o-oxycinnamic anhydride), of the constitution— 

CH 

HCr^'^CH 

G.CHiCH.CO 
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It is a white crystalline solid, melting at 67° to 68° and distilling at 290°. 
It is soluble in hot water, alcohol, ether, vaseline, and oils in general. It 
is the active odorous ingredient of the Tonquin bean (Tonoa or Tonoo 
bean), the seeds of at least two species of Dipteryx (N.O. Legiminom), 
in which it occurs up to 3 per cent. Coumarin possesses the character¬ 
istic odour of the Tonca bean, in which it was discovered in 1825 by 
Boullay.* It also occurs naturally in abundance in the dried leaves of 
Liatris odoratmima (deer’s tongue, hound’s tongue), an herbaceous plant 
common in North Carolina, 1 lb. of leaves yielding from l-J to 2| drachms 
of coumarin. It has also lieen found in the following plants, amongst 
others:— 


Augraeimi fragrans. 
Myroxylon Pettiras, 
CevaU^elalum apetatiim. 
A taxia IIortfMii. 

Vitma arnndimeea. 
Hieiochha alpina. 

„ australis. 

„ borealis. 

Milium effmum. 
.idiantum yedalum. 

„ Peruvian ma. 

„ trapezifonne. 

Drynaria Wtldenovi. 
Vlumix dactylifera. 
Aceras Winihrophoru. 
NigrUella angustifolia. 
Orchis fusca. 


Hemiaria glabra, 
liuia graveolens. 

Alyxia stellata. 

Aspenila odorata. 

OaUum Irifolmm. 

Liatris spicata. 

Prunus itdhaleb. 
Meliotus officinalis, 

„ hamntus. 

„ albus. 

„ Icucanthus. 

„ altissimus. 

Agcratum mexicanum. 
Gopaifera Salikounda. 
Trifolium Melilotus. 
Anthoxanihim odoralum. 


Coumarin was first produced synthetically by Perkin.^ lie made it 
by heating salicylic aldehyde, C|jH 4 (OH)'(COH)‘‘*, acetic anhydride, and 
sodium acetate. The whole solidifies to a crystalline mass, from which, 
on treatment with water, an oil separates containing coumarin and aceto- 
ooumaric acid. This acid on heating is decomposed into acetic acid and 
coumarin, so that the product of distillation is principally coumarin. 

Perkin’s synthesis prowseds according to the following equation:— 

+ (CHaC 0)50 = 

W<8h ;6h’%OON. +CH.. COON.+H.O 

The sodium salt of aceto-ooumaric acid on hydrolysis decomposes, 
yielding first an acid which loses water, forming coumarin, together with 
acetic acid— 


C„H, 


/OOC. CH, 

\CH:CH.COOH 




/OH 

*\CH:CH.COOH 


+ 0 ^ 40 ^ 


r H /OH 

; CH. COOH 


-»C„H, 


\ / 

CH:CH 


CO + HjO 


Anschutz * treated aceto-salicylic chloride with sodium-malonic ester, 
with the formation of ethyl acetate and /S-hydroxy-coumarin-alpha-car- 
boxylic ethyl ester— 


^ JoMr. de Pfeami., XI, 480. • Jo«m., xxi. 53,181. 

I 'Maiutlm, 202 (1909). 
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,C(OH): C. COOG.H,, 


■\ 


0- 


;:!o 


This compound is iieatnd with caustic potash solution, yielding l)eta- 
hydroxy-couniai in. hroni this body, (ioumariu is obtained by substiiiiting 
a halogen nkun for the OH group, and then reducing the product iu 
alcoholic solution with zinc-dust, 

A synthesis of coumarin has been elfected by Meyer, Beer, and 
Lasch.* Ortho-cblorbeiizal chloride is heated with glacial acetic ttcid 
and potassiiini acetate 
CITCl. 

. ' 11,OH. COO II + 2(’II,,C00K = 


Cli ; CH . COOK 


2KCI -f 


H'l 


+ 2CH3COOH 


yieldingortho-chlor-cinnainic awn Tin- is leduceil to ortho-chlor-pheuyl- 
propionic acid— 

ClL.f 'lf t won 
( 


On heating this under prest’iu with • stp.icni oi caustic soda, ortho- 
hydroxy-ooumaric acid results 

CH,.CH, .rwon 

/ ''Oil 

/ 

This acid forms needles melting at KI' C., and oii boiling, yields hydro- 
coumarin— 

CH^. CH., 

/^jO • 60 

I 

i I 

\/ 

which malts at 25° C., and boils at 272° C. 

By heating this lactone to 270° and 300°, and passing bromine vapour 
slowly over it, coumarin is produced— 

CHj. CH, CH ; CH 

j^^O-dlO + 2Br ■= 2HBr +' /^O . bo 

\/' \/ 


Mmuitshefte, 34 (1913), 16G5. 
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Coumarin is sometimes adulterated with acetanilide, which should 
always be looked for; the ease with which it yields aniline, on heating 
with potash solution, renders it very easy of detection. Some samples, 
otherwise pure, contain traces of unaltered salicylic aldehyde, which is 
revealed by the odour. 

Synthetic coumarin is largely used in the place of Tonca beans, and 
forms an extremely useful substance for fixing other odours. Traces of 
fixed oil are useful in coumarin mixtures, as the coumarin odour appears 
to become more fixed in this way. Foin coup6, or new-mown hay, is a 
favourite perfume in which coumarin is the chief ingredient. The follow¬ 
ing table of solubilities of coumarin in alcohol of various strengths and in 
water has been compiled by Schimmel & Co.;— 


100 PartB of Aluohol 

at 0” 0. 

at 18° to 17° C. 

at 29° to 30° C. 

Of 90 volume per cent. 


7°1 parts 

IS'7 parts 

• 42*5 parts 



6-0 „ 

12-3 „ 

38-3 „ 

.. TO „ 


4-4 „ 

9-1 „ 

26-0 „ 

„ 80 „ 

<D 

3-2 „ 

6-0 „ 

16-0 „ 


1 

aa 

1-T „ 

3’4 „ 

8-9 „ 

„ <0 „ „ 

0-7 „ 

1-5 „ 

3-9 „ 


'B 

0-3 „ 

0 -G „ 

1 -T ., 

,. 20 „ 


0-2 „ 

0-4 „ 

0-8 „ 

„ 10 „ „ 


015 „ 

0-25 „ 

0-5 „ 

100 parts of water 


0-12 „ 

0-18 „ 

0-27 „ 


On heating with concentrated solution of potash, coumarin is con¬ 
verted into o-coumaric acid, HO . C,iH^. CH ; GH . COOH, melting at 
207- to 208°. 


Alantolactone. 

Alantolactone, C],,H„(|02, also known as helenin, is a constituent of the 
essential oil of limla lielcniim. It is a crystalline compound melting at 
76°, and boiling at 275° (or at 195° to 200° at 10 mm.). Its constitution 
is not known but it contains the following grouping:— 

\co 

By warming with dilute alkalis it is converted into the corrcsj ending 
acid, alantolic acid, C, 4 H 2 o(OH)(COOH), melting at 94°. 

Alantolactone forms a hydrochloride melting at 117°, a hydrobromide 
melting at" 106", a dihydrochloride melting at 127° to 134°, and a dihydro¬ 
bromide melting at 117°. 

An isomeric compound, isoalantolactone exists in the oil of Invta 
heknium. It is a crystalline body melting at 115°, and yielding isoalantolic 
acid with alkalis, melting at 237° to 239°. 

Skdanowdb. 

Sedanolide, CijHjsOj, is the lacton^ of sedaholic acid. Both bodies 
occur in the essential oil«of celery’. 
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Sedanolide is a crystalline compound melting at 88 ° to 89“. The 
relationships of the acid and its anhydride are shown by the following 


formulse:— 


CH 

CH 

HjC^'^C. CH( 0 H)C 4 H„ 

H.,C/^C . CH.C 4 H,, 

HjC^^CH.COOH 

\J 

1 

H.,Cl^^CH.CO 


CHj CHj 

Sedauolic acid. Sedanolide. 

Sedanolide is therefore, probably, teti-ahydrobutyl-phthalide. 

Sedanonic Anhydkide. 

The anhydride of sedanonic acid, Ci^HijOj, is not a lactone, but an 
Anhydride resulting from the elimination of a molecule of water from a 
monobasic ketonic acid. Sedanonic anhydride occurs in oil of celery. 
The acid, which melts at 113°, has the following constitution:— 

CH, 

HjC/\CH. CO. C^Hi, 

HjCl^Jc.COOH 

CH 

It is therefore or(/io-valeryl-A'-tetrahydrobenzoic acid. The anhydride 
is formed by the elimination of a molecule of water from the two side 
chains. 


Beboaptbne. 

Oil of bergamot contains about 5 per cent, of an odourless solid body 
known as bergaptene. This body has the formula CjjH 804 , and melts at 
188°. It is the methyl ether of a phloroglucinol derivative, related to 
coumarin. Its constitution is as follows :— 

CO. CHs 

/HC.C/\C.CH;CH 

I 

oc'.^^co . CO 
CH 

By treatment with methyl iodide and alcoholic potash, it yields 
methyl-bergaptenic acid and its methyl ether. 

Xanthotoxin. 

. Xanthotoxin, CuH^Oj is isomeric with bergaptene, and is present in 
the OU of Fagara xmthoxyhidgs. It is a solid compound, melting at 
145° to 14$°, and is a pyrogallol derivative, having the constitution— 
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C. OCH 3 

. oc /\c. 0 . CO 

I 

^HC.C^^C.CH;CH 

CH 

It yields nitroxanthotoxin, CJJH 7 O 4 . NOj, melting at 230°, and a di¬ 
bromide, melting at'164”. 

uinRJ CmiOPTENE. 

« 

Citropiene, CnHjuO,, is the odourless solid constituent of the expressed 
on of lemon. After repeated recrystallisations from acetone and methyl 
alcohol, it forms needles melting at 146° to 147°. By treatment with 
bromine in chloroform solution it yields a dibromide, CjjH, 3 Brj 04 , melting 
at 250° to 260°. It appears to be a dimethyl-oxycoumarin of the con¬ 
stitution— 

C. CH 3 O 

HC/'^CH 

I I 

OCi^^icOCH, 

I 

CO.CH = CH 


ClKEOL OR EucALVPTOL. 

This body, C,||HjgO, has been described under several names, the 
best known being that now usually adopted, viz. cineol; also cajuputol 
(from its occurrence in oil of cajuput) and eucalyptol (from its occurrence 
in oil of eucalyptus). It is found in nature in veiy large quantities in' 
the above-mentioned oils, as well as in many others, notably wormseed, 
lavender (English), and spike-lavender oils. It results also by the 
treatment of terpin hydrate with acids. Wallach and Brass, who first 
characterised it as a definite compound, give the following method for its 
preparation. A current of dry hydrochloric acid gas is passed into 
rectified wormseed oil. The resulting crystalline magma of cineol hydro¬ 
chloride is pressed at low temperature to remove as much as possible of 
adhering liquid, and the crystals are treated with water and steam dis¬ 
tilled. The crude cineol is again subjected to this treatment when the 
pure body is obtained. When pure, cineol has the following characters;— 

Specific gravity.0'930 

MeltiDg-point.+1° 

Optical rotation.±0’’ 

Rrfiaotive index.I '4590 

Boiling-point.176° to 177° 

Scammel proposed its separation by means of a definite crystalline 
compound with phosphoric* acid. This body has ihe composition 
CijHjjO. H 3 PO 4 . The use of phosphoric acid is the basis of the British 
Pharmacopoeial test for cineol in esseptial oils'. 

Cineol forms a number of crystalline derivatives, amongst which may 
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be mentioned the hydrobromide, C|„Hj80.HBr, melting at 56°,’ and 
the compound with iodol, Ci„HjgO . C 4 I 4 NH, which forms yellowish-green 
crystals, melting at 112”. It also forms a crystalline compound with 
resorcinol, which has been used as a basis for its quantitative determina¬ 
tion. This compound consists of 2 molecules of cineol with 1 of resorcin, 
and forms needle-shaped crystals melting at 80°. 

Belluci and Grassi* have prepared compounds of cineol with the 
following bodies, in the proportion of 1 molecule of each constituent:— 


Phenol 

o-Oresol 

la Creaol ' . 

/>Oresol 

Pyrocatcchol 

Beeorcinol . 

Thymol 



add a compound of 2 molecules of cineol with 1 of hydroquinone, melting 
at 106'5”. 


According to all reliable observations, the oxygen atom in cineol does 
not possess alcoholic, kctonic, aldehydic, or acid functions. Apparently 
it is quite indifferent, which accounts for the isolated nature, chemically 
speaking, of the compound. In commerce, this l)ody linds considerable 
employment under its name, eucalyptol. 

Cinpol has the constitution— 


CH 


ii 


C-0 

H/ir^'^cii., I 

i , ’ I 

ILC.l iCH.! 

- \/ ^ 

CH 

I 

C- 

/\ 

CH., CH,, 

The quantitative determination of cineol has been fully dealt with in 
Vol. I. of this work under Eucalyptus Oil, but as this body occui-s in 
various other oils, and its determination is a matter of considerable im¬ 
portance, the details of its estimation are reproduced here. 

The earlier attempts in this direction gave distinctly too low results. 
The chief method adopted was a series of fractionations, retaining all 
those fractions distilling between 173° and 190", cooling them to - 15°, 
filtering off the still liquid portion, retaining the crystals of cineql, refrac¬ 
tionating the liquid portions and again freezing, subsequently weighing 
the crystallised cineol. An average loss of about 10 per cent., in the 
author’s opinion, takes place in this process, assuming the oil to contain 
50 to 60 per cent, of cineol. Scammel’s process above-mentioned has 
been more successfully applied to the quantitative determination of cineol, 
and yields the most satisfactory results so far, although an error of several 
per .cent, is soalcely avoidable. ' 

There is some divenjity of opinion on this matter, some chemists 
' Chm. Central. 1 (19W), 
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maintaining that a very close result is obtained, others that very large 
errors occur. In the author’s opinion, in the hands of a careful worker, 
results accurate to within 3 per cent, can be obtained, so long as the 
cineol-content is not below 40 per cent. If the amount of cineol is lower 
than this, the method is inapplicable, and the oil must previously be 
fractionated. 

To a known weight of oil from 1 to I'i times its weight of phosphoric 
acid, of specific gravity 1’75, should be added, drop by drop, the oil being 
kept cold and continually stirred. The crystalline magma formed is 
pressed between filter paper, after as much as possible has drainedjoff; 
and when the adherent terpenes and phosphoric acid have been re¬ 
moved as far as possible, the crystals are decomposed by hot water in 
a graduated tube. On cooling, the cineol is measured, and from its 
specific gravity ('930) the weight is easily calculated. The separated 
cineol should readily crystallise on cooling to - 3°, otherwise it must 
be regarded as impure and the process repeated. Oils rich in cineol 
yield a correspondingly high fraction distilling between 17(1° and 190°. 

If the oil be first diluted with petroleum ether, before treatment 
with phosphoric acid, the results are rather more concordant in the 
hands of different analysts. 

Schimmel & Co. recommend the absorption of the cineol by a 40 to 
50 per cent, solution of resorcin in water, and reading the unabsorbed 
portion in the neck of a Uirschsohn flask. 

Ten c.c. of the oil containing cineol are mixed in a cassia fiask of 
100 c.c. capacity with so much 50 per cent, resorcinol solution that the 
fiask is filled for about four-fifths. The mixture is shaken thoroughly 
for five minutes, and the oil portions which have not entered into reac¬ 
tion are brought into the neck of the flask by adding resorcinol solution, 
and their volume determined. By subti-aoting the volume from 10 the 
cineol-content of the oil is obtained, which is then expressed in per 
cent, by volume by multiplication with 10. 

Messre. Schimmel & Co. have since modified the method by recom¬ 
mending the oil to be first fractionated and the portion boiling between- 
170” to 190° C. to be treated with the resorcin solution. In some cases 
this gives results fairly concordant with the phosphoric acid method 
usually adopted, as the following results will show:— 



I Gajuput Oil, normal 
I „ „ abnormal . 

I Eucalyptus Oil I. . 


Cineol by Mrtct 
Alfflorptiou with 
^Horein Solution. 

Cineol by Abwirption 
with BeHoroin 
after Fractionation. 

Ciuuol by 
Phoimboric 
Acid firoceSH. 

62 per cent. 

68 

82 

• 

54 per cent. 

17 

68 „ 

62 per cent. 

w „ 

66 „ 


C. T. Bennett' has, however, shown that this method is quite un¬ 
reliable, only yielding accurate results in certain isolated cases. 

In other oases, however, the results obtained are obviously too high. 
An oil which yielded 95 per cent, distilling between 170° to 190° C., 
all of which was absorbed bjf resorcin dilution, had thee following char¬ 
acters 


VOIi. II. 


■P. and E.O.B. (1912), 269. 
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EocaiiVptus Oil II. 


Specific gravity. 

Optical ration. 

Oioeol by phosphoric acid method 

„ „ resorcin method .... 

Other samples gave results as under:— 


Cuieol by 
Direct 
Absorption. 


Eucalyptus Oil III. . , . , 100 per cent, 

„ „ IV. . . . : Crystallised 

V. .. . .1 ' „ 


0'924 

NU 

. 78 per cent. 


Cineol by 
Absorption after 
Fractionation. 


Cineol by 
Phosphoric 
Acid iWeas. 


8 !l per cent. 

07 

02 


I 

70 per cent. ' 



Jt is evident that this modiiled method is not absolutely accurate, 
since other constituents, besides cineol are undoubtedly included in the 
portion boiling between 170° and 190° C. A further objection is the 
separation of the solid crystalline double compound with oils rich in 
cineol. 

The method has been criticised by H. G. Harding,' who states that 
a pure white oil from Eucali/jitm dices, which contained no cineol, showed 
an absorption of 32 per cent, by the resorcinol test. Rectifying the oil 
and applying the test to the portion distilling between 170° and 190° does 
not entirely remove the difiiculty, as the results are always slightly high, 
owing to retention of other constituents by the resorcinol solution, i iHis 
experiments show that the method is more reliable when the percentage 
of cineol does not exceed 40 to 50 per cent., oils containing a higher per¬ 
centage requiring to be diluted. Ordinary turjfentine oil must not lie 
used for dilution, as it is likely to produce serious errors. By employing 
the fraction of turpentine distilling bfstween 156’ and 160° tor dilution the 
error is minimised, and the following method is recommended : 100 c.c. 
of the oil to be tested is distilled, the portion distilling between 170° and 
190° collected, and this is diluted to 100 c.c. with the turpentine fraction. 
If a trial shows the percentage of cineol to he above 70 per cent., the 
cineol fraction is further diluted with the tui-pentine so that the percentage 
is not over 50. The temperature is noted, and 6 to 10 c.c. is shaken with 
warm 55 per cent, resorcinol solution. After five minutes’ shaking more 
solution is added so as to bring the oil into the giaduated neck. It is 
then cooled and the volume read. 

A method for the determination of cineol has recently been proposed 
by Dodge." 

The process is based on the fact that the terpenes of the essential oils 
to be examined are readily oxidised at 0° C. by a 5 to 6 per cent, solution 
of potassium perman^nate, whifst the eucalyptol remains unattacked. 
Ten c.c. of essential oil are giadually added to 400 or to 100 c.c. of per- 
man^nate solution, according to whether the essential oil is more or less 
rich in terpenes. When the reaction is finished, the solution is allowed 
to stand in the cold for twelve to eighteen hours, with occasional agitation; 
sulphurous acid or a mixture of sodium sulphite and hydrochloric acid is 
added and the oily portion of the residue is brought up into the neck of 

’ Analyst {1914), 475. » Jour. Ind. end Eng. Ctum., 4, 692. 





THE CONSTITUENTS OP ESSENTIAL OILS 269 

the flask, from which it is removed by means of a slender pimtte. This 
oil is washed with a little alkali, then transferred to a gr^uated tube 
where its wlnme is determined which indicates the percentage of euca- 
lyptol. 

This method cannot be relied on, as the action of potassium per¬ 
manganate is such as to react with some and not with other bodies 
present in various types of eucalyptus oil. 

The whole question of oineol determination in eucalyptus oil has 
recently been carefully studied by Turner and Holmes,* who consider 
that all methods so far published are either inaccurate or at best only 
approximate. They suggest the following process:— 

The determination of oineol in cineol-bearing oils by means of arsenic 
acid is carried out as follows 

Deliver from a pipette 10 c.c. of the oil into a glass dish (preferably a 
round-bottom one) of 60 c.c. capacity, which is imbedded in finely cracked 
ice. Add 10 c.c. of concentrated ai’senio acid (containing alxmt 86 per 
cent, arsenic acid), and stir until precipitation is complete. When the 
mixture ceases to congeal further, allow to stand ten minutes in the ice. 
At thu point if the mixture forms a hard mass, indicating an oil rich in 
cineol, 5 c.c. of purified petroleum ether should lie added, and the mass 
mixed well. Transfer immediately to a hardened filler paper by means 
of a pliable horn spatula, spread evenly over the surface of the paper, and 
lay a second hardened filter paper over the top. Outside of the hardened 
filters place several thicknesses of absorbent or filter paper, and transfer 
the whole to an ordinary letter-press, bringing to bear all the pressure 
possible for about one minute. Change the outside absorbent papers and 
press again, repeating the operation, if necessary, until the cineol arsenate 
is apparently dry and separates readily when touched with a spatula. 
The pressing is not complete when a hard mass remains which is broken 
up with difficulty. The method usually requires two changes of filter 
paper, pressing each time foi' about two minutes. If left too long in the 
press the compound may decompose. Now transfer completely the com¬ 
pound by means of the horn spatula to a glass funnel inserted into a 100 
c.c. cassia flask with neck measuring 10 c.c., graduated in c.c. Wash 
the precipitate into the flask with a stream of hot water from a wash 
liottle, assisting the disintegration with a glass rod. Place the flask in 
boiling water and rotate until the compound is thoroughly broken up; 
add enough water to cause tlie cineol to rise into the neck of the flask, 
cool to room temperoture, and read off the volume; on multiplying the 
latter by 10 the percentage of cineol in the oil is obtained. 

In judging whether or not petroleum ether should bo added, the fol¬ 
lowing rule should be observed: Add enough petroleum ether to soften 
the cineol arsenate, so as to obtain a plastic mass; the quantity neces¬ 
sary never exceeds 5 c.c., and decreases w’ith oils containing less than 
80 per cent, of oineol. The object of adding petroleum ether is merely 
to soften the hard mass and to aid in the separation of non-cineol con¬ 
stituents of the oil; a large excess of petroleum ether will decompose 
the compound. 

The above method is applicable directly to all oils containing above 
60 per cent, of oineol; in eils oontaiipng lower propprtions of cineol 
the precipitate is not solid enough to permit convenient handling; and 

; ' 1>. and jB.0.7i.*(1915). 21. 
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if the cineol-oontent drops below 26 per cent, the separation of oineol 
arsenate is not quantitative. It was found that the addition of an equal 
volume of eucalyptol to such oils (ie. mixing 5 c.c. of the oil with 5 c.o. 
of eucalyptol) successfully overcomes this difficulty; it then only be¬ 
comes necessary to subtract from the volume of cineol, as observed in 
the neck of the flask, 5 c.c., and to multiply the difference by 10 , in order 
to obtain the percentage of cmeol in the oil. 


Cabuna Oxide. 


The essential oil of Carlina acaulis contains an oxide CijHjjO, which 
has the following characters:— 


Boiling-point at 20 
Specific gravity at 


mm. 

17° 

17° 


Optical rotation . 
Refractive index . 


107° to 168° 
1-066 

+ Of' 
1-6860 


On oxidation with potassium permanganate it yields benzoic acid, and 
on reduction with sodium and alcohol, it is converted into the tetrahydi-o- 
derivative C 15 HJ 4 O. The constitution of this oxide is probably—* 

HC-CH 

C„H5.CH:C:CH— J jcH 


It is possible, however, that the chain joining the benzene and furfurol 
rings may be differently arranged. 


CosTus Lactone. 

Semmler and Feldstein have isolated a lactone from costus root oil, 
which they named costus lactone. It is an oil of the formula 
having the following characters;— 

Boiling-point at 13 mm. 205'’ to 211° 

Specific gravity at 21°. 1-0891 

Optical rotation.-1-28° 

Refractive index.- . 1-63043 

Dihydro-costus lactone, is also present in the oil. 

Angelica Lactone. 

E. Bocker and A. Hahn have recently isolated a crystalline lactone of 
the formula C,r,Hio08 in the last runnings of angelica root oil. Prom 200 
grams they obtained 10 grams of a lactone which, when recrystallised 
from ethyl ether and light petroleum, melted at 83°. It boils without 
decomposition at 260°. The lactone is an unsaturated body; when 
brominated in a glacial acetic acid solution it yields a dibromide, which, 
when recrystalli^ from glacial ficetic acid,.meltB with decomposition at 
143^ to 146°. 


I Semmler, Betkhte (1909), 2866. 
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Asoaridol is the principal constituent of the oil of Chenopodium 
ambrosoides, var. anthelminticum. 

It is an oxide having the following characters;— 


Specific gravity.lOOS 

Optical rotation.- 4° 14' 

Refractive index.1'4731 

Boiling-point at S mm.83° 


When asoaridol is treated with a solution of ferrous sulphate, care 
being taken to avoid any rise of temperature, it 6xea the elelnents of water 
with the formation of a glycol, OjoHigOj, melting at 62'5“ to 64" C. and 
yielding a benzoate melting at 136" to 137° C. The glycol possesses the 
following characters;— 


Specific gravity. 1-0981 

Optical rotation.+0° 

Refractive index.*. 1-4796 

Molecular refraction.48-63 


It yields a dibenzoate (melting-point 116'5° to 117'5" C.) when it is heated 
for two hours at 150° C. with benzoic anhydride. 

On oxidation, the glycol yields a dibasic acid, C,jH,„Or,, called 
ascaridolic acid (melting-point 116-5° to 117° C.), and another solid acid, 
melting at 186° to 187° C., to which Nelson attributes the formula 

Nelson regards asoaridol as a peroxide possessing the constitution I 
{see belmv). 

0. Wallach' has also examined the constitution of asoaridol. He 
considers it to be an oxide having the formula IT— 


CH, 

in 



in 

/\ 

HjC CH, 
I. 


Nelson. 


OH, 


C 



II. 

Wallach. 


Ann. Chem., 392, 49. 
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9. NITROGEN COMPOUNDS. 

Nitkobbnzene, 

Nitrobenzune, CnH^NOj, also known as oil of mirbane, is an artificially 
prepared benzene derivative, having a coarse, but powerful odour re¬ 
sembling that of oil of almonds. Its coarse odour renders it quite un¬ 
suitable for fine perfumery, but it finds considerable employment in the 
manufacture of cheap soaps, polishes, and other articles where more or 
less rancid fats are used, as it covers the bad odour of the fat and gives 
the product a coaisc almond perfume. 

Nitrobenzene is an oily liquid, resulting from the direct nitration of 
benzene, having the following constitution :— 

CH 

HC/\CII 

I i 

C. NOj 

Its chai-acters are as follows:— 

Kolidifying-poiut 
Boiling-point . 

Specific gravity 
„ „ at 15° 

Eofractivo index 

On reduction with iron and acetic acid, nitrobenzene yields aniline. 


- 15 ° 

eoii' 

I -2200 at melting-point 
l-20(i0 
1-6520 


AuTii'ici.ti, Musk. 

There are a number of nitro-compounds known under the name of 
artificial musk, all of which may conveniently lie gi-ouped together here. 
The natural odorous constituents of musk appear to be, in the main, 
ketonio compounds free from nitrogen, so that the term artificial musk 
must be understood to mean aHiflcially prepared bodies, having musk- 
like odours, but not having any direct chemical relationships with natural 
musk perfume. 

For many years attempts have been made to artificially imitate the 
odour of musk. To a certain extent successful experiments were made 
by MargrafT and Eisner.' Rough pieces of amber, ground to jjowder and 
mixed with sand, are distilled in an iron retort; the oil which distils over 
is separated from the feetid liquor and succinic acid which accompanies 
it, and after being rectified at a gentle heat with about six times it? volume 
of water, is gradually added to and digested with 3^ parts by weight of 
fuming nitric acid, artificial cold being employed to prevent any portion 
of the oil carbonising. A resinous matter of a yellowish colour forms, 
which, after being dried, is the product which is required. It is said to 
be also formed by digesting for ten days an ounce of foetid animal oil, 
obtained by distillation, and half an ounce ^of nitric acid, then adding a 
pint of rectified‘Spirit, and digesting for one month. Another artificial 
musk has been patented in England ^ by Schnaufer & Hupfeld, of Frank- 

‘ Jour, flir Praktische CJiemie, 1842. “ No. 18,621,18 December, 1688. 
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furt. * The specification of this patent states that “ 3 parts of metaxylol, 
2 parts of isobutyl alcohol, and 9 parts of chloride of zinc are heated in a 
digestor to from 220° to 240°, until the pressure, which at the commence¬ 
ment is from 25 to 29 atmospheres, sinks to below 6 atmospheres. The 
resulting hydrocarbon, corresponding to the formula CjjHjg, is collected, 
and the traction which distils over at from 190° to 230° is nitrated with 
HNOj, or with HNOj and H^SO^, whilst being cooled.' The product of 
the reaction is poured into water, whereupon a reddish-brown oil separates, 
which is washed several times with alkaline water. The formula of this 
oil is CijHi-NO^, and in a concentrated condition it possesses a sweet 
smell, whilst in a dilute solution it gives off a penetrating .and enduring 
musk-like odour.” 

The complete specification states that “ aromatic hydrocarbons con¬ 
taining the isopropyl, isobutyl, or isoiimyl group, on treatment with 
fuming nitric acid or a mixture of strong nitric acid (40° to 44" B.) and 
sulphuric acid (66° B.), produce derivatives which, in very dilute alcoholic 
solution, furnish a liquid possessing an odour resembling tincture of musk 
in the highest degree Only one example of the process is given in the 
provisional specification, hut of course the process may be carried out 
with the other well-known homologues. “The hydrocarbons may be 
produced in the ordinary way, but we produce them hy the following 
o]}(iration; Toluene or xylol is heated in a digestor with isopropyl or 
isobutyl, 01 ' isoamyl alcohol in molecular quantities, with the addition 
of from four to five times the quantity of chloride of zinc, to the boiling- 
point of the hydrocarbon, or to alx)ut 40" or 50” above, the boiling-point 
of alcohol, until the pressure, which at the commencement was equal to 
alxmt 26 atmospheres, sinks to a little above 2 or 3 atmospheres. The 
prwluot of the reaction is subjected to fractional distillation. 

“ By the above process the following hydrocail)ons are obtained:— 

1. From toluene:— 

Mothylisopropyl-boiizene. 

Mcthylisobutyl-beiizenc. 

jrotbyliaoamyl-bonzeiio. 

2. Fi'om xylol:— 

DimothylUopropyl-bouzcne. 

Dimethylisobutyl-beuzene 

Dimetbylisoarayl-lionzene 

“ To produce the ‘ musk-substitute ’:— 

“ We add to the alxtve-inentionod hydrocarbons, which during the 
operation should be kept thoroughly cool, a little more than the molecular 
quantity of fuming nitric acid or nitro-sulphuric acid. The acid should 
be gradually run in and the whole then allowed to stand undisturbed for 
from one to two hours, the resulting mass being then poured into water 
in order to get rid of the excess of acid. The well-washed substances 
thus obtained are then subjected to distillation by means of steam, 
whereupon simultaneously formed bodies, which smell like nitro-lrenzol 
and overpower the musk odour, readily distil over, whilst the pure sub¬ 
stances remain behind.” 

The artificial musk which was the ^first to achieve marked success 
waa that manufactured under the patent of Albert Bauf (English patent 
No. 4,963 of 1889). The provisional and complete specifications of this 
patent are as follows :-j- * 
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Provisional Speciftcati(m.—I, Albert Baur of Gispersleben, in the Empire of 
Germany, Doctor, do hereby declare the nature of this invention to be ae follows 

The object of this invention is to produce a compound or material, or series of 
compounds or materials, having the properties of musk. 

To this end I purpose to make a nitrated hydrocarbon of the C],H,g group, and 
proceed as follows 

Toluene is mixed with a haloid combination of butane and boiled with addition 
of chloride or bromide of aluminium. Water is added to the product and it is then 
distilled with steam, and that portion which distils over at a temperature between 
170° and 200° 0. is taken and treated with fuming nitric acid and fuming sulphuric 
acid. The resulting product is washed with water and c^stallised from alcohol. 

The product may be dissolved in alcohol, and on addition of a small quantity of. 
ammonia or sal-ammoniac will exhibit all the essential properties of a tincture of 


musk. 

CompltU Specification.—1, Albert Baur of Gispersleben, in the Empire of 
Germany, Doctor, do hereby declare the nature of my invention and in what manner 
the same is to bo performed to be particularly described and ascertained in and by 
the following statement 

The object of this invention is to produce a compound or material, or aeries of 
compounds or materials, having the properties of musk. 

To this end T make a nitrated hydrocarbon of the ChHu group, and proceed as 
follows i— ... 

Toluene is mixed with a haloid combination of butane and boiled with addition 
of chloride or bromide of aluminium. Water is added to the product and it is then 
distilled with steam, and that portion which distils over at a temperature between 
IVCf and 200° C. is taken and treated with fuming nitric acid and fuming sulphuric 
acid. The resulting product is washed with water and crystallised from alcohol. 

The product may be dissolved in alcohol, and on addition of a small quantity of 
ammonia or sal-ammoniac will exhibit all the essential properties of a tincture of 


musk. 

For carrying the invention into practice, 5 parts of toluene arc mixed with 1 
part of butyl bromide, or butyl chloride or butyl iodide, and to these may be added 
gr^ually whilst boiling I part of aluminium chloride or aluminium bromide; this 
results in the development of hydrobromic acid, or hydrochloric acid or hydriodic 
acid respectively, and a product of reaction is obtained from which by the action of 
steam the hydrocarbon CnH,, and unchanged toluene are distilled. By the admission 
of steam the hydrocarbon is carried along and may be obtained in a condenser 
as a colourless oil floating on the water. The oil removed and dried by means 
of chloride of calcium is fractionated, and in this manner the necessary hydro¬ 
carbon for the production of artificial musk is obtained, 100 parts of the former 
giving a like quantity of musk preparation. Three parts of fuming nitric acid of 1’52 
specific weight and 6 parts of fuming sulphuric acid are mixed together, and to this 
mixture is carefully added whilst cooling 1 part of the hydrocarbon aforesaid. Each 
drop causes a violent reaction. As soon as all the hydrocarbon is added, the whole 
mixture is heated up to a temperature of about 100° C, After cooling, the nitro 
product is precipitated by pouring into cold water of about 6 to 6 times the volume, 
and is separated from superfluous acid by washing with cold water. The nitro pro¬ 
duct separates first as a heavy viscid oil, which after some time hardens into a firm 
crystalline substance. 

The raw nitro product is then purified by recrystallisation from alcohol of 90 per 
cent, strength. The purified product crystallises out in yellowish-white needles, 
possessing a strong smell of musk. 

Having now particularly described and ascertained the nature of my said inven¬ 
tion and in what manner the same is to be performed,! declare that what I claim is— 

The process for producing artificial musk substantially as described. 


The original scientific account of the preparation of this body stated * 
that wrto-isobutyl toluene was heated on a water-bath for twenty-four 
hours, with five times its weight of a mixture of sulphuric and nitric acids. 
The product was subjected to a repetition of the same treatment, so as to. 
convert it into trinitro-butyl toluene, which'crystallises from alcohol in 
white needles melting at 96° to 97°. It is insoluble in water, but soluble 


Comptes rendtts, oxi. 2.SB. 
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in organic solvents. Even in very dilute solutions this compound has a 
strong odour of musk, and for many purposes can replace the natural 
product. The homologues of isobutyl toluene behave similarly, and 
trinitro-isobutyl metaxylene has an exactly similar odour. In a later 
oommunication * Baur stated that his previous view was incorrect, and 
that the “ artificial musk ” was the trinitro-derivative of tertiary butyl 
xylene, and not of isobutyl xylene, owing to the occurrence of an intra¬ 
molecular change during the reaction. Tertiary butyl xylene is «i,sily 
prepared by the interaction of tertiary butyl chloride and xylene in the 
presence of aluminium chloride as follows:— 

CjH,Cl + C„H,(CHj)j = GiHj. C„H,. (CH.,)., + HCl. 

The mono- and dinitro products have no musk odour, and therefore 
the nitration of the hydrocarbon should be carried as far as possible. 
The constitution of this artificial musk, or “ xylene musk ” as it is often 
called, is probably— 

C.CHj 

NOj.c/^C.NOj 

cu,.c;^^c.cA 

C.NOj 

This is the moat common form of artificial musk of commerce. It 
melts, when pure, at 110° to 113°. 

Still laterBaur has shown that if an acetyl group is introduced into 
the butyl toluene molecule, and the methyl ketone thus formed is nitrated, 
artificial musk (ketone musk) is produced. One part of butyl toluene, 
10 parts of carbon disulphide, and 6 parts of aluminium chloride are 
cooled in a fiask and 6 parts of acetyl chloride are run in quickly. After 
distillation on a water-bath, the residue is poured on to ice and treated 
in the usual manner. The aoetjd derivative is obtained as an oil with a 
pleasant* aromatic odour, boiling at 255° to 258°, of the formula— 

/CH, 

ch,.co.c„h/ 

By nitrating this ketone a dinitro derivative— 

(NO,), 

// 

CHj.CO.CfiH—CH, 

\ 

is obtained in needles melting at 131°, and having a strong musk odour. 
In this compound one of the nitro groups of the original artificial musk, 
trinitro-butyl toluene, has been replao^ by the acetyl group. Which 
mup has been so replaced is uncertain. A quite similar body is obtained 
from butyl xylene, the resultit% ketone— 


’ Berichtt, xxiv. 2832. 


xxxi. 18«. 
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CA 

/ 

CH 3 .CO.OA-CH 3 

\ 

CH, 

melting at 48°, and yielding a dinitro derivative— 

(NO,), 

// 

CH,. CO. C,—C,H„ 

(CH 3 ). 

melting at 136°, and having a strong musk odour. These bodies are 
known as “ ketone musk Instead of using acetyl chloride, either 
butyryl chloride or valeiyl chloride may be used, and higher homologues 
produced. Butyl-xylyl-propyl ketone— 

C„H„ 

/ 

C,,H.. CO . C„H 3 —CH 3 

\ 

>:h, 

melts at 50" and boils at 290". It forms a dinitro derivative, ineltiiig at 
128°, with a powerful musk odour. The corresponding butyl-.xylyl-butyl 
ketone is an oil boiling at 185° to 190° at 14 mm., and its dinitro deriva¬ 
tive melts at 151", and has also a powerful musk odour. 

There are also, although not much met with, an aldehjde and a 
cyanide musk. The former is dinilro-tertiary - butyl - xylj 1 - aldeliyde, 
C„(CH 3 ) 2 C(CH 3 ) 3 (N 02 ) 2 CH 0 , melting at 112 ", and the latter is dinitro- 
teitiary-butyl-xylyl-cyanido, C|i(CH 3 ) 3 CN . C(CIl 3 ) 3 (N 03 ) 2 , melting at 110 ". 

Musk ambrette, which is usually ax'garded as the finest of all the 
ai-tificial musks, is a nitro-oompound of the methyl ether of butyl-we/ti- 
cresol, usually described as dinitro-butyl-me/a-cresol methyl ether. It 
should melt at 85°. 

Some of the aililicial musks of commerce are mixtures of two oi’ more 
of the bodies above described, a fact which is easily demonstrated by 
fractionally crystallising the specimen, when the fractious will show 
altered melting-points. The principal adulterant of artificial musk is 
acetanilide. This can, of course, be easily detected by the phenyl-iso¬ 
cyanide reaction or by dissolving it out with hot water. 

Damascenike. 

Damasceninc, CjjHjjNOj, is a nitrogenous compound of an alkaloidal 
nature, which is present in the oil of Niijella damascena to the extent of 
about 9 per cent. It can lie extracted from the oil by shaking it with 
dilute hydrochloric acid, rendering the aqueous liquid alkaline and ex¬ 
tracting the alkaline liquid with petroleum ether. 

Damascening has the following characters;— 

Melting-point. 26" 

rMling-point 270° at 750 mm. 

„ .167° „ 10 „ 
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It yields salts with the usual alkaloidal reagents, such as platinum, 
gold, and mercurio chlorides.' Its constitution is— 

CO.CH, 

HC/'\gNHCH, 


1101.^^0. CO. OCH 3 
HC 


It is, therefore, the methyl ester of 2-methylamino-3-methoxybenzoic acid. 

It has been prepared synthetically by Bwins * in the following manner; 
Meta-oxybeiizoic acid is converted with the aid of dimethyl sulphate 
into «i-methoxybenzoic acid, which is then nitrated, and from the, nitra¬ 
tion products 2-nitro-3-methoxybenzoio acid is separated. This is re¬ 
duced to 2 amino-3-niethoxybenzoio acid, which on heating with methyl 
iodide yields 2-methylamino-3-methoxybenzoic acid. On warming this with 
freshly precipitated silver chloride it yields daniasceninc hydrochloride. 


IIydkocvanic Acid. 

Hydrocyanic acid, HCN, also known as prussic acid, or formo-nitrilc, 
is the product of decomposition of numerous glucosides found in a very 
large number of plants, usually together with some other volatile com¬ 
pound, so that essential oils containing hydrocyanic acid do not, for 
practical purposes, exist in the first instance as such in the plant, but arc 
only developed on the decomposition of the glucoside. 

Hydrocyanic acid is one of the most jxtwerful poisons known. It is a 
colourless liipiid, Iwiling at 2()‘5', of specific gravity 0’700. 

It can he detected and estimated in essential oils by the following 
method;— 

Ilyilrocyauic acid may he approximately estimated by dissolving 1 
gram of oil in 5 c.c. of alcohol, and adding 50 c.c. of water. Then add 
ammonio-silver nitrate solution and shake well. Acidify slightly with 
nitric acid, and collect, wash, and dry the silver cyanide precipitated. 
Ignite and weigh the silver, 4 parts of which correspond to practically 
1 of hydrocyanic acid. 

For an exhaustive examination of the various processes proposed for 
the determination of hydrocyanic acid, the reader is refeiTed to a series 
of papers by llimue in the Ajmlhf.ker ZeitnmjA 


.Aluyl Cyanide. 

Allyl cyanide, CH 3 . CH : OH. ON, occurs in some of the oils of the 
mustaid type. It is a liquid of specific giwvity 0‘8365 boiling at 120" to 
123°, and yields, on boiling with alcohblic potash solution, crotonic acid 
melting at 72°. 

IIenzyu Cyanide. 

. Benzyl cyanide, C„H 5 . CHjCN, or phenyl-aceto-nitrile, is a constituent 
of crpss oil, and probably of neroli oil. 'It is a strong •smelling liquid 

' Jour. Cltem. Soc., 101 ( 1912 ), S41. • 

^AfOtMier ZeiltnOl, H ( 1900 ). 288, 297,306, 314, 325, 383, 344, 856. 
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boiling at 231‘5°, and having a specific gravity 1‘0146 at 18°. On boiling 
with alcoholic potash it yields phenyl-acetic'acid, which can be identified 
by its melting-point, 77°, and by the analysis ot its silver salt. 


PhENYL-VBOPIONITBIIjE. 

Phenyl-propionitrile, CgH,,. CH^. CH,. ON, is present in nasturtium 
oil. It is a powerfully smelling oil, boiling at 261°. On hj'drolysis by 
alcoholic potash it yields phenyl-propionic acid, melting at 47°. 


iNDOIi. 


Indol, CgHjN, is the mother substance of the indigo group of com¬ 
pounds. It exists in the essential oils of .orange and jasmin flowere. 
ft is a ci’ystalline compound, melting at 52° and boiling at 253° to 254°. 
Its odour is powerful and disagreeable, being distinctly fsecal in character. 
Its constitution is as follows:— 


CH 

HC^^C- 


-,CH 


HC^;C^/CH 
CH NH 


Indol can be isolated from, and determined in, essential oils in the 
following manner; The oil is mixed with 10 per cent, of picric acid and 
heated to 60°. Excess of petroleum ether is then added. A picric acid 
compound of indol separates in long red crystals, which are washed with 
petroleum ether and decomposed by caustic alkali, and the free indol ex¬ 
tracted by ether, and the residue left on evaporation of the ether steam- 
distilled, when pure indol passes over. * 

Indol, in alcoholic solutions, turns a pine shaving, moistened with 
hydrochloric acid, a cherry-red colour. When shaken with a stSution of 
oxalic acid, indol gives a red coloration. 


Skatol. 


Skatol, CoHjN, is yS-methyl-indol, of the constitution- 
CH 

Bcf^C -.C.CHj 


HC 


/ 

CH NH 


!CH 


It is found m civet and in the wood of Celtis retieulosa. It forms crystals 
melting at 95° and boiling at, 265° to 266°. It yields a hydrochloride, 
2(GjH,N). HCl, melting at 167° to 168°, and a picric acid compound 
melting at 172°«to 173°. Skatol yields a blue colour with a solution of 
d imethyl-aminobensaldehyde. 

Skatol is a foul-smelling compound, but when used in very minute 
amount is useful in the manufacture of flower bldksora perfumes. 
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10. SULPHUR COMPOUNDS. 

Dimbthyi. Sulphide. 

Dimethyl sulphide, (CH 3 )aS, is a foul-smelling liquid, found in minute 
quantity in the essential oils of peppermint and geranium. It boils at 61 . 


Vinyl Sulphide. 

Vinyl sulphide, CH^ = CHjS, has been identified in the oil of AUiim 
uniwim. It is an evil-smelling liquid of specific gravity 0-912. It boils 
at 101 °. 


Diallyl Disulphide. 

Diallyl disulphide, {C 3 Hi) 8 . SCCjH^), is a light yellow oil of garlic odour, 
found to the extent of about 60 per cent, m oil of garlic. 11 ^ is a liquid of 
specific gravity 1-023, and boils at 80° to 81° at 16 mm. pressure. 


Allyl-pkopyl Disulphide. 

Allyl-propyl disulphide, (C 3 Hj)S . S . (C^H,), exists to the extent of 
about 5 per cent, in garlic oil. It is a bnght yellow oil of foul odour, 
having a specific gravity 1-023 and boiling at 66 to 69 at 16 mra. 
pressure. 

Diallyl Tbisulphidk. 


Diallyl trisulphide, (CaH^lS. S . S . (C 3 H 3 ), is probably the 
of the formula C^HjoS. isolated from garlic oil by Bemmler.* 
112° to 122° at 16 mm., and has a specific gravity 1-084S. 


compound 
It boils at 


Butyl Isothiocyanate. 

Secondary butyl isothiocyanate, CHj. CHa. CH(CH;j) . N : C : S, has 
been isolated from the oils of Oardamine armra and Cochlearia. it is a 
liauid with a powerful, irritating sulphur odour, having a specific gravity 
0-9415 and boiling at 159° to 160°. Warmed with alcoholic solution ot 
ammonia, it yields a thiourea melting at 135° to 136 • 

The artificial cochlearia oil of commerce is not identical with secondary 
butyl isothiocyanate, but consists of isobutyl isothiocyanate. It is a liquid 
hoiling at 162° and yields a thiourea melting at 93-5 . 

Allyl Isothiocyanate. 

• 

Allyl isothiocyanate, CHj: CH. CHjN : C: S, also known as “artiMal 
mustard oil,” is the principal constituent of natural oil of musted. inis, 
body results from the hydrolysis of the glucoside sinipn under the in¬ 
fluence of the ferment myrosin, according to the equation— 

C,«H,,NS,KO« -b H 3 O •= SCNCA + -b.KHS04, 

^ Binigrin. "Mustard Oil.” Glucose. 

1 Arch. Pimm., dbxzx. 434. • 
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It can be prepared artificially by the action of allyl iodide 'on an 
alcoholic solution of thiocyanate of potassium, the latter body being 
isomerised to the isothiocyanate under the influence of heat. 

Allyl isothiocyanate is a colourless liquid, gradually becoming yellow 
on keeping, and having an intensely* irritating odour of mustard. Its 
charactere are as follows:— 


Specific gravity. 1'023 

Befiactive index. 1‘5285 

Boiling-point. 152° 


„ „.30° to 31° at 5 mm. 

• 

When treated with alcoholic solution of ammonia, it yields thio- 
sinamine (allyl thiourea), of the formula GjHj. NH . CS . NHj. This 
body melts at 74°. The formation of this body forms the Irnsis for a 
method of its determination, which, with other methods, will be found 
fully described under “ Oil of Mustard ” (Vol. I, p. 474). 


Crotonvl Isothiocyanate. 


Crotonyl isothiocyanate, . N ; C : S, has been found in Indian 
rape-seed oil. It is an oil of odour somewhat similar to that of the cor¬ 
responding allyl compound, and having the following characters :— 


Boiling-point 
Specific gravity . 
Optical rotation . 
Bofractive index . 


175“ to 176° 

0-994 

-I- 0“ S’ (probably due to impurities) 
1-62398 


Benzyl Isothiocyan.ate. 

Benzyl isothiocyanate, C,.H-. CH^. N ; C ; S, has been found in 
Ti'opceolnm oil, probably resulting from the decomposition of the 
glucoside, gluootropteolin, Cj^Hi^KNS^Oj. It has the characteristic 
odour of the plant, and yields a thiourea melting at 162°. 


Phenyl-ethyl Isothiocyanate. 

Phenyl-ethyl isothiocyanate, tJ,.Hj(C 2 H 4 )N : C ; S, has been found in 
the oils of reseda root, nasturtium, and some varieties of Brassica. It is 
an oil of powerful odour, yielding a thiourea melting at 137°. The latter 
body, when treated with silver nitrate and barj-ta water, yields phenyl- 
ethyl-urea melting at 111° to 112°. 


Oxybenzvl' Isothiocyanate. 

Para-oxybenzyl isothiocyanate, . OH . CHjNCS, is a liquid of 
intense odour, occurring in the essential oil of white mustard. It is also 
known as acrirayl thiocarbimide. It is produced by the hydrolysis of the 
glucoside sinalljin, Gj,(H 42 NjS.jQjj;. It eaa also be obtained artificially by 
the action of carbon bisulphide on p-oxybenzylamine, and treating the 
resultiiig compound with mercurqjis chloride. 
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11. ACIDS. 

Formic Acid. 

Formic acid, H. COOH, is found in traces in a number of essential 
oils. It is a colourless corrosive liquid or crystalline solid, haring the 
following characters:— 


Melting-point.8° 

Boiling-point .lor 

.Specific gravity.1'223 


It can l)e prepared artificially in various ways; for example, by dis¬ 
tilling oxalic acid with glycerine, when at about 130“ formic acid comes 
over accoi-ding to the equation— 

C^HoO^ = HCOOH -i- CO,. 

To prepare it in a completely anhydrous condition the 90 per cent, 
acid may be dehydrated by means of phosphorus pentoxide.. 

Acetic Acid. 

.Acetic acid, CH,. COOH, occurs in traces in the free state in many 
essential oils, but principally in the form of eaters, of which it is the usual 
acid constituent. 

It is a crystalline solid, or a liquid at ordinary temperatures, having 
the following characters:— 

Melting-point.Ifi’T" 

Boiling-point.118*' 

Specific gravity.1'0514 at 20’ 

It can be obtained by the oxidation of ethyl alcohol, either chemically 
or liy fermentation under the influence of the organised ferment Mycn- 
derma aceti. 


Pitoi'iONic Acid. 

Pi-opionic acid, C.,Hr,. COOH, has been found in lavender and a few 
other oils in traces. It is a liquid of rancid odour having the following 
characters:— 


Congcaling-point. -24' 

Boiling-point.141' 

Specific gravity.I'OIT 


Butyric Acid. 

Butyric acid, C 3 H 7 . COOH, is ap oily liquid having an odour of 
rancid butter. It has been found in the oils of Eucalyptus globulus, 
Ileracleum giganteum, and in nutmeg, niaoiili, and other essential oils. It 
has the following characters 

Congoaling-point. - C" 

Boiling-point.102" to 163" 

Specific gravity . . * . . '. . . . #’9587 at 20’ 

Its constitution is CH,. CH,. CH,. COOH. Isobutyric acid, which 
has the constitution ((iH 3 )aCH . COOH, exists is Spanish hop oil, aniioa 
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root oil, and a few others. It is a liquid of specific gravity 0-949 St 20°, 
boiling at 155°. 


Valbbunic Acid. 

The isomeric valerianic acids have the formula C 5 HJJO 2 . _ Normal 
valerianic acid does not appear to be found in any essential oils. Iso- 
valerianic acid, (CH 3 ) 20 H . GHj. COOH, is found in valerian and other 
oils; it is a liquid boiling at 174°, of specific gravity -947. Another 
isomer, also found in champaca and coffee oils, is methyl-ethyl-aoetic 
acid, (CjH 5 )(OH 3 ) . CH . {X)OH. This is an optically active liquid, boil¬ 
ing at 175°, of specific gravity -941 at 21°. 


Capboic Acid. 


Caproic acid, CjH,,. COOH, has been found in lemon-grass, palmarosa, 
and several other essential oils. It is a liquid having the following char¬ 
acters ;— 


Congealing-point 
Boiling-point 
Specific gravity . 


- 2 ° 
205° 

0-928 at 20° 


Higheb Fatty Acids. 

The fatty acids of higher molecular weight than caproic acid are of 
little interest or importance so far as essential oils are concerned, and for 
their characters, the reader is referred to standard works on general 
organic chemistry. 


Angelic and Tiglic Acids. 

These two acids, of the formula CjEjOa, are geometrical isomei-ides. 
They are both unsaturated, and belong to the acrylic acid series. Tiglic 
acid forms crystals melting at 64-5° and boiling at 198-5°, whilst angelic 
acid melts at 45° to 46° and boils at 185°. They have the following con¬ 
stitutions :— 

CH.. CH CHs. CH 

II II 

CHj. C. COOH COOH. C. CH, 

Angolio Acid. Tiglic Acid. 

These two acids occur chiefly as esters in iteman chamomile oil. 
Tiglic acid is also found as geranyl tiglate in geranium oil. 


Tbbksantalic Acid. 


Teresantalic acid, CjoHj^Oj, is a hydro-cyclic 
wood oil. Its characters are as follows:— 

Boiling-point at 11 nun.. .. . . < . 

MeUing-pofnt . ’. 

Specific rotation. 


acid, found in sandal- 


150° (approximate) 
167° 

-70° 24' 
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CiTBONBLLIC ACID. 

Citronellic acid, CjHjj. COOH, is the acid corresponding to the 
alcohol oitronellol, and is present in the essential oil of Barosma pukhel- 
lum. It has the following characters:— 

Ballmg-psint. 257° to 263° 

„ „ at 5 mm.143° 144° 

Specific gravity.MSfi 

Optical rotation.+ 6° 2' 

Refractive index.1’45611 

It forma a crystalline amide melting at 81° to 82°, which can be ob¬ 
tained by converting the acid into its chloride, and then acting on this 
with aqueous ammonia. 


Bbnzoic Acid. 

Benzoic acid, C,iHj. COOH, is the simplest acid of the bfenzene series. 
It is found either free or in the form of esters in vetivert, jasmin, ylang- 
ylang, neroli, and numerous other essential oils. It is a crystalline l)ody 
with a slight aromatic odour, having the following clianieters 

McUing-point.121° to 121‘5° 

Boiling-point. 249° 

It is prepared artificially on a large scale, usually by hydrolysing the 
chlorination product of toluene. 

Salicymc Acid. 

Salicylic acid, CiJI/OHjCOOH, is ortho-hydroxy-benzoic acid of the 
constitution— 

CH 

HC^''\CH 

! i 

Hct jCH.OH 
COOH 

It is the acid constituent of the ester forming almost the whole of 
wintergreen and birchbark oils, and is a crystalline solid melting at 156°' 
to 157". It is prepared artificially on an enormous scale by heating 
sodium phenol, under pressure, with carbon dioxide. 

Phenvl-acbtic Acid. 

This acid, CgHj. CHjCOOH, is a sweet-smelling substance, especially 
recommended for sweetening soap perfumes. It occurs in neroli oil, and 
has a sweet honey-like odour. It is formed by converting toluene into 
benzyl chloride which is converted into benzyl cyanide, which is digested 
with dilute sulphuric acid, and so converted into phenyl-acetic acid. It 
is a crystalline body, melting’at 76° to 76'5° and Doiling%t 266°. It has 
been isolated from oil of neroli. 


VOL. n. 


18 
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Cinnamic Acid. 

This acid, of the formula C^HjCH: CHCOOH, oeoure in a number 
of essential oils in the free state. It is prepared artificially by heating 
benzal chloride with sodium acetate. It has a sweet odour. It is a 
crystalline substance, melting at 133° and lioiling at 300°. 

Hydbo-cinnamic Acid. 

This acid, C^Hj. CHj. CHjCOOH, has a sweet and powerful odour, 
and can be used to advantage in many rose odours. It is recommended 
especially for perfuming powders and sachets. It is a crystalline com¬ 
pound melting at 47" and boiling at 280°. It can be obtained by the 
reduction of cinnamic atid by means of sodium 

Paba-methoxy-cinnamic Aiud. 

This acid, CII3O . C^H^. OH ; CH . COOH, is methyl-p-coumaric acid, 
and is present in kaempferia oil. It is it orj-slalline solid melting at 171". 

Anisic Acid. 

Anisic acid is p-methoxy-benzoio acid, C^H^. COCHj. COOH. It is 
found in aniseed oil, and also in Tahiti vanillas. It is a crystalline Ixidy 
melting at 184°. 


Vebatbic Acid. 

Veratrio acid, (CH 30 ) 2 . C^Hj. COOH + HjO, is present in the essential 
oil of sabadilla seeds. It melts at 179“ to 181". 


Anthbanilic Acid. 


Anthranilic acid, or o-amidobenzoic acid, C„H 4 : (NH 2 )(COOH), is the 
acid constituent of the ester found in neroli, petit-grain, jasmin, and 
mandarin oils. It is a solid crystalline substance melting at 146°. It is 
prepared artificially, and then converted into synthetic methyl anthranilate. 
To prepare anthranilic acid, o-nitrobenzaldehyde is reduced by tin and 
hydrochloric acid to anthranil, 


CoH 


^NH 

CO 


the internal anhydride or laotameof anthranilic acid. This is converted 
into anthranilic acid by boiling with alkalis:— 

,NH .NHj . 

C„H/ I +NaOH = C„H,( 

^CO ^COONa 

t • • 

. Methylanthranilic acid, which has been found as an ester in similar 
oils, melts at 179°, and forms an apetyl derivative melting at 186°. 
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AiiAntoio Aoid. 

_ Alantoic a«id, CuHjjOj, is present in oil of eleoampene, both as free 
• acid and in the form of its lactone. Its constitution is— 

/OH 

^COOH 

It is a crystalline compound melting at'94°, and can be obtained by 
hydrolysing alantolactone. 

Eudbsmic Acid. 

Eudesmic acid, Ci4Hjs02, is found in the form of its amyl ester in the oil 
of Eucalyptus aggregata. It is a crystalline compound melting at 160°. 
It is monobasic and unsaturated, and yields a dibromide melting at 102° 
to 103°. 


OosTic Acid. 

Costio acid, ('jjH^^Oj, is a free acid isolated from oostus root oil. It 
is an unsaturated bioyclic acid of specific gravity 1'0501. It forms a 
methyl ester boiling at 170° to 175° at 11 mm. 



CHAPTER HI. 


THE ANALYSIS OF ESSENTIAL OILS. 

In general, the analysis of essential oils mei ely involves the ap^ication 
of the ordinary principles of analytical chemistry to this special group of 
bodies, which possess many features in common. Of course many special 
processes have to l)e used in certain cases, to which attention will be 
drawn where necessary. The present chapte- will Isi devoted to the 
details of a fe^ methods which are in veiy ofiinmon use in the analysis 
of these bodies, and which are absolutely necessary in order to form an 
opinion on the purity of very many oils. Particular processes are men¬ 
tioned as required under the essential oils or compounds concerned. 
These remarks may he prefaced by saying that the obtaining of the results 
of an analysis of an essential oil is not always as diflicult a matter as the 
interpretation of the same when obtained. 

The adulteration of essential oils is now practised to a considerable 
extent in a very scientific manner, the adulterants being so chosen that 
the final mixture shall have, as far as possible, as many of the ascertain¬ 
able characters of a pure oil as possible. 

Specific Gbavitv. 

The first thing to be done in examining an essential oil is to determine 
its specific gravity. For this purpose hydrometers are useless. Approxi- 
•mate accuracy is useless in this work, and hydrometers are only capable 
of yielding approximate results. Besides, one frequently has far too 
little oil at one’s disposal to use a hydrometer. For ordinary work a 
specific gravity bottle is generally used, holding from 10 to 50 o.c. 
There are two points to be noted in connection with this. The graduated 
bottles sent out by apparatus firms seldom contain the exact quantity 
they are supposed to do. It is therefore advisable to check the contents 
of the bottle, and to use the necessary correction when calculating a specific 
gravity. Secondly, the counterpoise of a 50 o.c. bottle should be about 
60 mgs. less than its apparent weight when empty on account of the air 
contained in the bottle. A consideration of the laws of hydrostatic 
pressure will show that if this be not so the specific gravity as determined 
will be the ratio < 

weight of oil - -06 gram 
weight of water - '06 gram 
instead of the correct ratio 

we ight of oil. 
weight of water’ 

This correction of ‘06 gram is not.absolutely accurate, but is sufficiently 
so for all practical purpcfees and may be omitted‘in most oases. 

• (276) 



THE ANALYSIS OF ESSENTIAL 05IE 


277 


It is essential that great care should be taken that the tem^rature 
be accurately determined when taking the specific gravity. The bottle 
filled vnth ou takes some time to assume the exact temperature of the 
water in which it is immersed, especially if these differ much at first. 
Hence it is always advisable not to depend only on an observation of the 
temperature of the water, but to use a very small bulbed thermometer, 
with which the actual temperature of the oil itself in the bottle can be 
taken. Specific gravities are usually expressed as the ratio of the wei^t 
of a volume of the oil to that of an equal volume of water, both at 60° F., 

or approximately 15-5° C. This is written Any variation in 

ul5*5 

temperature can thus easily be expressed. For example, the specific 
gravity of, say, otto of roses at 30°, as given in the British Pharmaeopmia, 


is intended to be interpreted as 


d30^ 

(/r5-5°’ 


that is, with the water to which 


it is compared at 15'5°. Wherever the specific gravity of an oil is referred 

to in this work, it is to be understood as referring to except when 

ulO’O 


otherwise quoted. 

Frequently one has less than 50, and sometimes even less than 10 c.o. 
of an oil at one’s disposal. The specific gravity should then be determined 
in a Sprengel tube. The following diagram shows the most convenient 



Fia. 3. 


form'of tube for general use. With a very small knowledge of glass- 
blowing they can bo made in five minutes out of a few inches of glass- 
tubing. The only important point is to choose a piece of thick wailed 
tubing, otherwise it is impossible to draw out satisfactory capillaries. The 
oil should be sucked into the tube through the opening, B, by means of a 
small india-rubber tube fixed on to the end. A, up to the small glass bulb, 
C. The tube is then placed in a beaker of water at the desired tempera¬ 
ture, the bent arms serving to support it on the side of the beaker. Owing 
to its small content, from 2 to 5 c.c., it very rapidly acquires the tempera¬ 
ture of the water, and by gently tilting the end. A, upvsards, the oil runs 
out at B until it just reawes the graduation mark, D. Taking care to 
wipe off the last drop of oil exuding at B, the tube is again levellw, when 
the liquid flows back into the bulb, so obviating any possibility of loss. 
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It is thten carefully wiped and suspended by a copper wire loop to the 
hook on the balance and weighed, and the specific gravity calculated 
from the weight of the oil and the we^ht of the corresponding volume of 
water. The accuracy of these tubes depends on the fineness of the capil¬ 
laries and the rapidity with which their contents assume the exact 
temperature of the water in which the tube is immersed. 

It is rarely that any greater degree of accuracy than that attained 
in the above methods is required. If, however, scientific accuracy is 
neoessaiy in specific gravity determinations, the usual standard of com¬ 
parison, at whatever temperature the determination may be made, is 
water at its maximum density temperature, namely 4°. If no correction 
is made for the weight of the air contained in the bottle or tube, accuracy 
to the fourth place of decimals is ensured by reducing the observed 
weighings to vaccum weighings. This can be done by the equation— 

T ^ I 

*^ 4 ° “ 

where m is the observed weight of the substance, w that of the water, Q 
the density of water at f (compared with water at 4°), and L is taken as 
0'0012, which is approximately the density of air over a reasonable range 
of temperature. 

For practical purposes the alteration in specific gravity of essential 
oils may be taken as 0'00075 for every degree centigrade, so that to 
correct a specific gravity observed at 20°, it is usual to add 0'00075 x 5 
to correct it to 15°, and so on. 

Oi'TicAii Methods. 

1. Itefractmi. 

The author, and several other chemists, have for some years past 
persistently advocated the use of the refractometer in the examination of 
essential oils. Although this determination was regarded as of little use 
by many chemists, it is now generally recognised that it is indispensable. 
But its value is only to be properly estimated by a very careful considera¬ 
tion of the results obtained. 

The*refractive index of a given sample of oil is in many cases of very 
little value in indicating adulteration. There are certain well-recognised 
exceptions, where the oil and the adulterant have refractive indices which 
vary very widely. Such, for example, is the case with otto of roses and 
geraniol, or aniseed oil and petroleum. But the chief value of this de¬ 
termination lies in a careful examination of the various fractions obtained 
when an oil is distilled in vacuo. Here a consideration of the boiling- 
points, specific gravity, optical rotation, and refractive index of the various 
fractions will lead to most important indications. For example, an oil of 
peppermint adulterated with, on the one hand, a small quantity of copaiba 
or cedar-wood oil, and, on the other hand, with a small quantity of 
glyceryl acetate, would mve a refractive index not much different from 
that of the genuine oil. But when distilled in vacuo and the residues or 
high boiling fractions examined, the high index in the one case would at 
once suggest the* presence of sesquiterpene’ bodies, whilst in the other 
case the very low index would indicate bodies belonging to the open-chain 
series. 
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Experience alone vnll enable one to make the best use of these in¬ 
dications, but it is important that as many figures should be available as 
possible. All determinations recorded in this volume are made on instru¬ 
ments of the Pulfriob or the Zeiss Abb6 types.i Of these the Pulfrioh 
’ instrument is the more elaborate, but the Zeiss Abb6 refraotometer, which 
is illustrated below, is the most useful instrument for ordinary work. Its 
great advantage lies in the fact that it requires only a few drops of 
fluid for a determination, and gives results which are accurate to one 



Fio. 4.—Tho dayliglit wliioh falls upon the mirror passes through the double prism, 
closed lor tho purpose of measureineut, into tho telescope; the arrows indicate 
the direction of tho circulation of hot water round the prisms to retain a constant 
temperature. The magnifier is fitted with a reflector, not shown in the figure. 

or two points in the fourth place of decimals. The author has made a 
very large number of determinations with it, and finds it to be absolutely 
reliable. Refractive indices between* 1-3 and 1’7 can be determined by 
it, which figures cover the range found in essential oils. The following 
is the method of using this insti-ument:— 

The method 'of measurement is based upon the observation of the 
position of the border line of the total reflection in relation to the faces of 
a prism of flint-glass, into which the light from the substance under in¬ 
vestigation enters by the action of refraction. 

> An instrument of the Zeiss Abbd type is now iqpde in England, and is fully 
equal in every respect to fhh German instrument. 
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The refractometer is mainly composed of the following parts;— 

1. The double Abh6 prism, which contains the fluid and can be rotated 
on a horizontal axis by means of an alidade. 

2. A telescope for observing the border line of the total reflection 
which is formed in the prism. 

3. A sector rigidly connected with the telescope, on which divisions 
(representing rehactive indices) are engraved. 

The double prism consists of two similar prisms of flint-glass, each 
cemented into a metal mount and having a refractive index = 1'75; 
the fluid to be investigated (a few drops) is deposited between the two 
adjoining inner faces of the prisms in the form of a thin stratum (about 
0'15 mm. thick). The former of the two prisms, that farther from the 
telescope (which can be folded up or be removed), serves solely for the 
purpose of illumination, while the border line is formed in the second 
flint prism. 

The border line is brought within the field of the telescope by rotating 
the double prism by means of the alidade in the following manner: 
Holding the sector, the alidade is moved from the initial position, at 
which the index points to »i,, = 1'3, in the ascending scale of the refractive 
indices until the originally entirely illuminated field of view is encroached 
upon, from the direction of its lower half, by a dark portion; the line 
dividing the bright and the dark lialf of the field then is the " border 
line ”. When daylight or lamplight is being employed, the border line, 
owing to the total reflection and the refraction caused by the second 
prism, assumes at first the appearance of a band of colour, which is quite 
unsuitable for any exact process of adjustment. The conversion of this 
band of colour into a colourless line, sharply dividing the bright and 
dark portions of the field, is effected by a compensator. 

The compensator, which finds its place in the prolongation of the 
telescope tube beyond the objective, i.e. at a point between the objective 
and the double prism, consists of two similar Amici prisms, of direct 
vision for the D-line and rotated simultaneously, though in opposite 
directions, round the axis of the telescope by means of the screw head. 
In this process of rotation the dispersion of the compensator passes 
through every value from zero (when the refracting edges of the two 
Amici prisms arc parallel and on differont sides of the optical axis) up to 
double the amount of the dispersion of a single Amici prism (the refract¬ 
ing edges being parallel and on the same side of the axis). The above- 
mentioned dispersion of the border line, which appears in the telescope 
as a band of colour, can thus be rendered innocuous by rotating the screw 
head, thereby giving the compensator an equal, but opposite, dispersion. 
The opposite equal dispersions will then neutralise each other, with the 
result that the border line appears colourless and sharply defined. 

The border line is now adjusted upon the point of intersectipn of the 
crossed lines by slightly inclining .the double prism to the telescope by 
means of the alidade. The position of the pointer on the graduation of 
the sector is then read off by the aid of the magnifier attached to the 
alidade. The reading supplies the refractive index of the substance 
under investigation itself, without any calculation. 

As the refractive index of fluids varies with the temperature, it is of 
. importance to ksow the temperature of the'fluid contained in the do.uble 
prism during the process of measurement. 

If, therefore, it be desired to nuasure a fluid with the highest degree 

• « 
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of aeouraoy attainable (to within 1 or 2 units of the fourth decimal of «<) 
it is absolutely necessary to keep the fluid, or rather the double prism 
containing it, to a definite known temperature and to keep it constant. 

The refractive index of a substance is, of course, a relative expression, 
as it refers to a second substance, which, in ordinary determinations, is 
always the air. The term refractive index indicates the ratio of the 
velocities with which light traverses the two media respectively. This is, 
as is easily demonstrated by a consideration of the wave theory of light, 
identical with the ratio of the sine of the angle of incidence, and the sine 
■of the angle of refraction, thus— 

V sin i 
n = If, = . - ’ 

V' sm r 

where V and V* are the velocities of light in the two media, i is the 
angle of incidence, and r the angle of refraction. 

To correct a refractive index determined tor airjliquid to the absolute 
index vacfmmijliquid, the observed value should be multiplied by r00029. 
This correction is, however, too small to be of the slightest value in 
practice. 

The molecular refraction is a constant frequently quoted for individual 
chemical compounds, and is of considerable value as evidence of constitu¬ 
tion, since it is generally true that the molecular refraction of a compound 
is composed additively of the refractive powers of the atoms contained in 
the molecule. The molecular refraction is the value obtained by multi¬ 
plying the refractive power by the molecular weight. 

The refractive power is a value which attempts to correct the effects 
of temperature, pressure, and concentration of the substance, all of which 
cause the retractive index, to vary with the slightest alteration of the 
conditions. The most accurate expression for the refractive power is 
that of Lorenz and Lorentz, which is 

- 1 
+ 2jd’ 

where » is the observed retractive index and d is the density of the, 
substance. The molecular refraction then becomes 

1!* + 2 d’ 


where M is the molecular weight of the compound. 

Briihl found that the increase of CH^ in all the homologous series of 
fatty compounds, corresponds to a difference of 4‘57 in the molecular 
refraction for the red hydrogen line. By deducting n times this value 
from the molecular refraction of an aldehyde or ketone of the formula, 
CnlljnO, he found 2'328 to be the value for intra-radical oxygen. 
Similarly the values of other groupings have been determined which may 
be summarised as follows:— 


Carbon .... 
Hydrogen , . 

O' (hydroxyl oxygen) 

0" (intra-iadio^ oxygen) 

O (simple ether oxygen . . 


Br. 

I., • 

=doubIe linkage tetmeen carbon atoms 
= triple linkage between carbon atoms , 


Atomic Eefractioiis for 
the Sodium Line. 

2-494 

1-051 

1- 617 

2- 281 
1-079 
6-976 
8-900 

14-120 

1- 700* 

2- 220 (for hydrogen red line) 
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To indicate the value of this constant in deciding the constitution 
of a compound, tlie case of geraniol, CjoHjgO, may be examined. Calcu¬ 
lated from the above values the molecular refraction would be the sum 
of the atomic refractions, as follows:— 

Carbon. 2-494 x 10 = 24-940 

Hydrogen . . 1-051 X 18 18-918 

Oxygen (l)ydroxyl). 1-517 = 1-577 

45-375 

But by experimental determination the molecular refraction is found 
to be 48-?J, which is 3-235 in excess of the value calculated from the 
atomic refractions. Two double bonds between carbon atoms would 
account for 3-414 in excess, so that it is evident that geraniol contains 
two such double linkages. No alcohol of the formula Cj^Hj^O with two 
double linkages can contain a ring, so that gei-aniol must belong to the 
open chain series, a conclusion entirely suppoi-ted by its chemical 
characters. 

The retractive indices of most essential oils have been given under 
each oil in Volume I; if a temperature correction is required, as it 
frequently is, the addition of 0-0004 for each degree centigiade by which 
it is necessary to reduce the temperature, and a similar subtraction for 
a rise of 1“, should be made. This figure varies slightly, but unless 
accuracy to the fifth place of decimals is required, it is suflioiently ac¬ 
curate for practical pui-poses. 

2. Polarimetry. 

The polarimeter is an instrument with which the essential oil chemist 
cannot possibly dispense. The hypothesis, first seriously enunciated by 
Le Bel and van t’ Hoff, that substances which contained an asymmetric 
carbon atom (i.e. a carbon atom directly united to four different atoms or 
radioles) were capable of rotating the plane of polarisation of a beam of 
polarised light, has now become a fundamental theory of organic chemistry. 

' The majority of essential oils contain one or more components containing 
such a carbon atom, and so possess the power of effecting this rotation. 
In general, the extent to which a given oil can produce this effect is fairly 
constant, so that it can be used, within limits, as a criterion of the purity 
or otherwise of the oil. 

Without discussing the theories of the polarisation of light it will be 
desirable to briefly illustrate the fundamental principles upon which their 
application depends. Ordinary light consists of transverse vibrations in 
numerous planes in which is no polarity or two-sidedness, if the expres¬ 
sion is justifiable; whilst plane polarised light consists of vibrations in 
one plane only. This may be roughly illustrated in the following planner: 
If a string, fixed at its ends, be plupked, it will vibrate in a certain plane 
dependent on the direction of the plucking. If the string be passed 
through a slit, just wider than it is itself, in a piece of cardboard, so that 
the slit is in the uirection of the vibrations, these will. not be interfered 
with; but if the slit be turned round, the vibrations will be interfered 
with, and when it is at right angles to the direction of the vibrations, they 
will be totally suppressed. Light waves (for convenience, the expression, 
a ray of light, is more general) may be plane polarised in several ways, so 
that the vibrations in thq one plana may be similarly interfered with, and 
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upon ibis depends the use of the polarimeter. This instrument, of which 
the theory is described fully in the following pages, is constructed 
on several different principles, of which by far the most useful for all 
general purposes is the Laurent half-shadow instrument. In the an- 
'nexed diagram, A is a small telescope, B is a magnifying glass used to 
read the graduation on the dial and vernier, Ois one of the verniers, D 
is a dial graduated to half degrees, E is the analysing Nicol’s prism (a 
specially prepared prism of calc-spar, capable of polarising light) which is 
fixed to the graduated dial and telescope, F is the groove in which tubes 
containing the liquids to he examined are inserted, H is a pointer attached 
to the polarising Nicol’s prism, G is the fixed Laurent plate (t’fde infra), 
and J is a plate of bichromate of potassium. ' 

This apparatus can only be used with sodium light, as for quantitative 
results light of definite refrangihility must ho used. A Bunsen lamp of 
convenient construction, into the flame of which a little common salt can 
be intraluced on a platinum wire, is placed about 4 or 5 inches from the 



end .1. The light is further sifted by means of the bichromate plate, so 
that light approximately corresponding to the D line of the spectrum falls 
on to the polariser, and that which passes through is plane polarised. 
The plate G is a special contrivance, half of which is made of quartz or 
gypsum, and the other half of plain glass; the thickness of this is care¬ 
fully graduated, and the result -the optical theory of which need not here 
be discussed—is that when the analyser is in a certain position with re¬ 
ference to the polariser and plate, the two halves of this plate appear 
equally illuminated. By adjusting the* prisms by means o^^he movable 
pointer, H, and the screw, E, which govern the delicacy of the instrument, 
the zero marks on, the dial and on the vernier are made to correspond 
when the position of equal illumination is attained. A slight rotation of 
the analyser in either direction by means of the projecting screw handle 
at'once causes the two halves Of the field to become unequj^lly illuminated. 
Having set the instrument at zero, a tube containing an optically active 
liauid is inserted in the eroove, F. It v?ill now be found that the analyser 
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has to be rotated a certain number of degrees either to the right or the 
left in order to restore the position of equal illumination of the two halves 
of the field. This is the angle through which the plane of polarisation 
has been rotated. The beginner will find a little difficulty in using this 
instrument; for example, when examining oils with high rotations or when' 
the dial has been rotated too far, and has been taken beyond the range of 
sensitiveness; half an hour with some one who understands the instru¬ 
ment will explain its use far better than pages of printed matter. The 
rotation of the dial in the direction of the movement of the hands of the 
elock, as the observer sees it, is conventionally termed dextro-rotation, 
and conversely. In general, the optical rotation is expressed for a column 
of 100 mm. ’The specific rotatorj' power is a different figure, and is ex¬ 
pressed by the symbol [a], and, taking the decimetre as the unit of length 
for this purpose, is the obwrved rotation in the decimetre tube divided by 
the specific gravity of the liquid. It is to be noted, however, that the 
expression [a] is very frequently used to mean the observed rotation for 
100 mm. The molecular rotation refers of course only to pure compounds 
and not to mixtures, and need not be discussed here, otherwise than to 
mention that it is the product of the specific rotary power and the mole¬ 
cular weight. In the sequel, the optical rotation will be understood to 
refer to the rotation produced by a column 100 mm. long, unless other¬ 
wise mentioned. 

The theory of the half-shadow polarimeter is, briefly, as follows: The 
light, of approximately constant refrangibility, falls on the polarising 
Niool’s prism, which is a rhomb of calc-spar cut obliquely by a plane 
perpendicular to the principal section. The out faces ai'e polished and 
cemented together again by a thin film of Canada balsam. Calc-spar is 
a doubly refracting substance, and in the ordinary way the incident ray 
is divided by the spar into two rays, the ordinary and the extraordinary, 
the former following the ordinary laws of refraction, the latter behaving 
abnormally. Two rays, then, will be found to emerge. But the refrac¬ 
tive index of the balsam is greater than that of the spar for the extra¬ 
ordinary ray, and less than that tor* the ordinary ray, both of which are 
plane polarised. According to the usual laws of refraction, total reflection 
can only occur in passing from a more to a less refracting' medium. 
Hence the extraordinary ray will always be transmitted, but by an-anging 
the angle of incidence properly the ordinary ray can be totally reflected. 
Hence only the extraordinary ray now falls on to the Laurent plate, and 
it is in a plane polarised condition. This plate is made of quartz or 
gypsum over one-half of the field, and plain glass over the other. It is a 
doubly refracting substance and refracts the incident ray as ordinary and 
extraordinary rays. The thickness is so adjusted that it introduces a re¬ 
tardation of (where X is the wave length of the light u^^ between 
the two rays. Consequently, the light emerges plane polarised from the 
■crystalline plate, but the planes of polarisation of the rays emer^ng from 
the two halves will be inclined at an angle 2a, if a is the inclination of 
the incident single polarised ray to the optical axis of the quartz. Hence 
when this plate, with its two polarised rays, is ■viewed through the ana¬ 
lysing Nicol, the two halves will be in general unequally illuminated, 
except when the principal plane of the Nicol be parallel to the optical 
axis of the crystalline plate. Ih this position we have the zero pomt of 
the instrument. The insertion of an optically active liquid destroys this 
cdndition by rotating tjje plane ef polarisation, and the angle through 
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which it is necessary to rotate the analyser in order to restore the “ equal 
shadows ” measures the rotation of the plane of polarisation. 

Another simple instrument, known as the Biquartz polariser, depends 
on a rather different principle. Here two semicircular plates of quartz, 
are placed in jutaposition, each cut at right angles to its axis, one pos¬ 
sessing dextro- and the other Zacw-rotatory power. The two plates are 
of the same thickness, and produce equal rotations in opposite directions. 
The incident light in this case is white, and the lights of different re- 
frangibilities are rotated through different angles. Hence when viewed 
by an analysing Nicol, waves of different refrangibilities will be quenched 
in the two halves, and they will in general apjiear of diffferent colours^ 
When the principal plane of the analyser, however, is parallel to the 
direction of the incident vibrations, the two halves will always be of the 
same colour, dependent on the complementary colours which are quenched. 
By suitably adjusting the thickness of the plate, the brilliant yellow may 
he quenched, and the delicate grey-violet tint, known as the tint of 
passage (Biot’s teinte sensible), appears when both halves have the same 
colour. This point, the zero point of the apparatus, is easily fixed, for 
the slightest rotation to the right or left renders one-half of the field blue 
and the other red. Having set the instrument, it is found that when an 
optically active substance is introduced, the tint of passage disappears, 
and the analyser must be rotated in order to restore it, according to the 
optical activity of the substance. 

To most observers it is easier to obtain equal illumination in the two- 
halves of the field than to correctly obtain the tint of passage, hence the 
popularity of the former apparatus. 

The angle of rotation is, of course, directly proportional to the thick¬ 
ness of the layer of active substance through which the polarised light 
passes. The expression optical rotation or rotatory power is universally 
understood to be the observed angle of rotation produced by a column of 
100 mm. of the optically active substance. If tubes of other lengths be 

used, the optical rotation becomes « = p where a is the observed angle, 

and I is the length of the tube in decimetres. If, as is usually the case, 
this is observed wnth sodium light the optical rotation is expressed by the 
symbol, oj. 

It is usual to express this value as for the temperature 20°. A slight 
correction may be made for difference in tem 2 )erature, but as it has no 
appreciable effect on the results obtained, it may be regarded as negligible 
if the observation be made at any temperature between 15° and 20°. 

The expression “ specific rotation ” is symbolised by [a] j, and indicates the 


optical rotation divided by the specific gravity: [a],, =■ - j— • 

If expressed for white light instead of sodium light, it is expressed 
by [a]^. 

For solid substances the substance is dissolved in a neutral solvent, 
and the specific rotation is calculated from the formula— 


'w. 


10(k 
pld' 


Where a is the obsejryed angle, p is*the perceatage of active substance; 
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I is the length of the tnbe in decimetres, and d is the specific gravity of 
the solution. 

But, since the specific rotation of dissolved substances vary with the 
concentration and the nature of the solvent, these data should always be' 
given when the specific rotation is quoted. 


Melting- and Solidipving-points. 

Many oils possess the property of becoming solid at temperatures 
slightly below the ordinary, and a determination of the solidifying- or 
melting-points becomes an important criterion of purity in these oases. 



I’lQ. 6. 


The I melting-point ns mot usually the same as the solidifying-point, on 
account of the peculiar properties of bodies, included under the term 
superfnsion, etc. In addition, the temperature recorded differs some¬ 
what with the method used in the determination. For general work 
the following apparatus gives the best results in a convenient manner 
Here the outer vessel contains a sufficient quantity of the freezing 
mixture, such as a mixture of ice and salt, or a solution of one of the 
usual salts. The longer test tube acts as an air cover'to the inner tube 
in which the thermometer is placed. A small quantity of the oil—^just 
enough to cover the bulb of the thermometer—^is placed in this tube, su'd 
in certain cases ^he platinum stirrer is used. The melting-point is de¬ 
termined by freezing the oil and then removing the freezing mixture and 
allowing the temperatuK to rise Mowly, and nptjng the temperature at 
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which liquefaction takes place. The solidification-point is determined 
bv ooolinR the oil down without disturbing it until the temperature is 
clearly below the point of solidification. A slight agitation of the stirrer 
will now usually induce solidification, if not, the introduction of a crystal 
of the compound solidifying—anethol, for example, in the case of aniseed 
oil—will do so. A disengagement of heat occurs on solidification, which 
causes the thermometer to rise. The maximum reading during the 
process of solidifying may be regarded as the solidifying-point. 


Boiling-poikt and Distiddation. 


The determination of the temperature at which an oil begins to l»il 
is often of importance, as is also the percentage of the oil which distils 
within definite limits of temperature. The results obtained in distillation 
processes must, however, be interjweted very carefully, as the qiumtitative 



Fia. 7 .—Fractionating Columns. 



results depend so largely on the exact conditions of distillation. For 
ordinary purposes, an ordinary Wurtz flask is useful for determining the 
temperature at which the liquid first boils, but when an examination of 
any of the fractions or any estimation of the quantity boiling between 
given temperatures is ne^ed, a fractional distillation flask is better. 
These flasks are illustrated above. 

It is .often advisable to distil or fractionate an oil under reduced 
pressure, especially when the constituents decompose when boiled at 
atmospheric pressures. 

The value of fractional distillation in the examination of essential 
oils cannot be overestimated. The various fractions may be examined 
and their specific gravities, optical rotations, and retractive indices deter¬ 
mined. The combination of these figures will often give the experienced 
analyst the most useful information and‘save him many hours’ needless 
work. Experience alone, however, will teach the chemist to make the 
fullest use of the results so obtained. * In most.oases distillation under 
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reduced pressure is necessary on account of the risk of decomposing the 
various constituents of the oil. The use of a Briihl receiver (or any 
similar contrivance), which is easily obtained from any apparatus maker, 
saves the necessity of breaking the vacuum when collecting the different 
fractions. 

But by applying tbe process of fractional distillation to a sample, 
and determining the characters of numerous fractions, the actual number 
of available determinations may be, and frequently is, so largely increased 
that there is practically no chance of the adulterator being able to 
standardise his oils to meet aU these figures. This proposition, of course, 
fails where it is possible to use a substance obtained from a cheaper source 
which is identical with one contained naturally in the oil, and which is 
added in such amount as not to materially exceed, in the total, the 
amount naturally occurring in the essential oil in question. 

In fractionally distilling an oil, in order to compare it with oils of 
known purity similarly treated, it should be remembered that the details 
of the process should be as constant as possible for all the samples ex¬ 
amined. Thus the size of the distilling flask, the nature of the condensing 
apparatus, and the rate of distillation are of the highest importance. 
Experience alone will tell whether it is lietter to distil the oil at normal 
pressure or under reduced pressure. Then again, in some instances it is 
advantageous to separate the fractions according to their temperature, 
noting the quantities collected. In others, it is tetter to collect definite 
amounts and note the variations in temperature. 

The Determination of Esters. 

Esters, or salts of alkyl radicles, such as linalyl acetate, etc., are fre¬ 
quently the most important constituents of essential oils. Their importance 
is especially noteworthy in such cases as lavender, bergamot, peppermint, 
and wintergreen oils, and their estimation is very frequently necessary. 
The principle upon which this depends is the fact that most esters are 
decomposed by solutien of caustic alkali (preferably in alcohol) according 
to the equation— 

EA + KOH = E. OH + KA, 

where R is the alkyl, and A the acid, radicle. 

Strictly speaking the amount of free acids present in an essential oil 
should be determined, and the acid value deducted from the saponification 
value, the difference being the ester value. 

In many cases the amount of free acids is negligible, but in a number 
of oases this is not the case, and with oils of lavender, bergamot, geranium^ 
and similar oUa, the deduction for the free acids becomes of importance- 

To use this principle for the estimation, from 2 to 5 grams of the oil, 
according to the magnitude of its ester content, are exactly weighed into 
a small flask capable of holding about 150 to 250 c.c., and from 15 to 
25 c.c. of solution of caustic potash in alcohol are added. The strength of 
this should be approximately half-normal. The whole is then boiled in 
the water-bath under a reflux condenser for an hour. It is then dilut^ 
wi^ water and tthe excess of pdtash is estuaated by titration with semi- 
norms,! sulphuric acid, using phenol-phthalein as an indicator. To de¬ 
termine the amount of potash originally employed, it is test to perform 
a blank experiment with the same quantity of {iotash solution, merely 
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omittitig the oil, so that the blank and the oil have been treated in an 
exactly similar way. The difference in the two titrations gives the 
amount of potash used in decomposing the esters. If any free acids are 
present these will have neutralised some of the potash, and it is then 
necessary to determine by a preliminary titration how much is used for 
this purpose, and to deduct the result from the total quantity of potash 
used. 

The number of milligrammes of KOH used to saponify 1 gram of the 
oil (minus that required for the free acids) is termed the ester number. 
Prom this figure, which is now known, the percentage of esters present 
in a given oil may be rapidly calculated from the formula— 

= percentage of ester. 


where M is the molecular weight of the ester, and A the ester number. 
(This is assuming, as is usually the case, that the ester is a combination 
of a monobasic acid with a monatomic alcohol). 

As the free acids present in essential oils consist in the main of acetic 
acid, they are, when necessary, calculated in terms of acetic acid; in the 
same way the esters are conventionally calculated from the alkali required 
for their hydrolysis, in terms of the principal ester present, for example, 
linalyl acetate in the ease of lavender and bergamot oils, and geranyl 
tiglate in the case of geranium oil. 

The molecular weights of the esters commonly found in essentialoils 
are as follows:— 


Qeranyl, linalyl, and boruyl acetates 
Menthyl acetate (for peppermint oil) 
Oeranyl tiglate (for rose-geranium oil) 
Santalyl acetate (for sandalwood oil) 
Sabinyl acetate (lor savin oil) 


M = 196 ^ 
M = 198 
Id 236 
M = 262 
M = 194 


The Detection of Artificial Esters in Essential Oils .—The custom of 
valuing certain essential oils, such as lavender, bergamot, geranium, 
petit-grain, etc., by the determination of their ester-content, has led to the 
use of ^ientific adulterants in the form of artificial esters which have 
been deliberately employed for the purpose of misleading the analyst. 
Of course, the ester determination is not a true criterion of value, as most 
of this class of oils owe their perfume value to various other bodies as 
well. The first compounds of this nature employed for adulteration were 
ethyl succinate and ethyl oxalate.* For the detection of these in lavender 
oil the following test was proposed by Gildemeister and Hoffman :— 

“ Two grams of the oil are saponified; the portion insoluble in water 
separated by shaking with ether, and the aqueous solution neutralised 
with acetic acid. The solution is diluted to 50 c.c. and 10 c.c. of cold 
saturated solution of barium chloride added. It is then warmed for two 
hours on a water-bath and allowed to cool. If a crystalline deposit is 
formed, the oil is to be considered adfllterated, as the acids contained in 
normal lavender oil, acetic and butyric acids, give soluble barium salts.” 

It is evident that this test will only detect those acids whose barium 
salts are insoluble*. A more comprehensive test is therefore needed, as 
several other esters have since b^n employed for adulteration purposes. 

' Glycerin acetate, prepared by the acetylation of glycerine, was first de¬ 
tected in peppermint oil by Bennett.** The acetic radiclb was overlooked 

> Sobimmel’s Report, April, 1897, 26- • ‘Chem^l and Druggiet, 62, 691. 
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in the preliminary experiments since the oil itself contained acetic esters. 
By fractionation a substance of high molecular weight and low refractive 
index was separated, and this proved to be triacetin or glycerin acetate. 
Ethyl citrate was detected later by the same worker' in a sample of 
lavender oil. 

The high saponification value of these two bodies render them par¬ 
ticularly suitable for adulteration, a small proportion being sufficient to 
materially raise the ester value. 

The following esters are amongst those used as adulterants:—'' 



Bciliiig-iKiint. 

SfHH ifif (iruvity. 

Per Cent. Liiiulyl 
Acetate liulicated 
Uy Addition of 

1 per Cent. 

Acotino. 

2r»r^ to 

1-10 

2-00 

Monacotiuo .... 

Docomposes 

1-21 

1-62 

Uiauetine. 

260° to 265° 

1'184 

2-22 

Triaootine. 

256° „ 260° 

1-165 

2-62 

Ethyl Citrate .... 

286° „ 289° 

1-140 

2-18 

„ Laurinato. 

270“ „ S10‘ 

0*866 

0-75 

„ Oloato .... 

330° „ 345° 

0-680? 

0-64 

„ Phthalabcr. 

290° ,, 293" 

1-124 

1-77 

„ Succinate.... 

212° „ 218" 

1-044 

2-26 

Methyl Phthalate 

271° „ 27.5° 

1-195 

2-02 


It is not easy to outline a general method which will detect this 
adulteration of ester-containing oils. As a general rule, however, the 
synthetic esters may be partially separated by fractional distillation, and 
by comparing the physical chai’acters of the last fractions with those 
obtained from oils of known purity, an indication of the presence of 
abnormal constituents may usually be obtained. By saponifying the 
high-boiling ester-containing portion with alcoholic potash, neutralising 
with acetic acid, evaporating the alcohol and extracting the oily matter 
by shaking with ether, abnormal potassium salts may be detected in the 
aqueous portion by evaporating to dryness, dissolving in water,-and ap¬ 
plying the usual chemical reagents such as barium chloride, calcium 
chloride, ferric chloride, etc. 

The following table shows the reactions of the more common acids 
with these reagents:— 



BaC'lj. 

CaCl2. 

Fed,. 

Benzoate 

nil 

nil 

Buff ppt. 

Butyrate 



nil 

dunamate . 

White ppt. 

If 

White ppt. 

Buff ppt. 

Citrate .... 

White ppt. on 
boibng 

Green oolour 

Formate 

nil 

nil 

Bed „ 

Oleate .... 

White ppt. 

White ppt. 

Brown ppt. 

Oxalate 

M 

Green „ 

Phthalate . 

nil 

nil 

Brown „ 

Bncoinate 


White ppt. ? 

II II 

Green colour 
Brown ppt on 
heating. 

Tartrate 

White ppt. 

Valerianate . 

. ” • 

»» 

Brown ppt. 


• Chimisl and Dru^tft, 19 , 691.' * P, and E.O.B., July, 1912 , ITO. 
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The natural esters present in essential oils are usually those of acetic, 
buMc, and valerianic acids, and in the case of geranium oil, tiglic acid. 

The detection of phthalic acid by fusion with resorcin has been found 
to be unreliable as a fluorescein reaction is frequently obtained with pure 
oils. 

Denig^’s test for citric acid in the saponification liquor is as follows;— 

Ten c.c. of the neutral solution of the potassium salt is shaken with 
1 to I'd grams lead peroxide; 2 c.c. of a solution of mercuric sulphate is 
added (prepared by dissolving 5 grams HgO in 20 c.c. concentrated 
HjSO^ and water to 100 c.c.). The solution is filtered and a 2 per cent, 
solution of KMnO^ is added until it is no longer decolorised. A white or 
pale yellow flocculent precipitate indicates the presence of citric acid. 

The following methods for the determination of a number of artificial 
esters are reproduced, for the sake of completing the subject here, from 
Volume I of this work;— 

Terpinyl aeetate is indicated by a difference to be obsei-ved in the 
apparent ester value by different times of saponification." This ester is 
far more resistant to the action of caustic alkali than is linalyl acetate, 
•and requires two hours at least for complete saponification. Hence, if 
the oil shows a diiference in the saponification value in thirty minutes 
and in two hours, which amounts to more than from 1 to 2, terpinyl 
acetate is almost certainly present. The following table* shows the 
effect of this partial-saponification on the two esters and on adulterated 
oils:—• 


Time* uf Sa)x>Ditieatioii. 


jinalyl Acetate £. No. 

'orpinyl „ „ 

iergamot Oil „ 

„ ,, + 5 Terpiayl .\cetate ,, 

H H +10"/,, ,. 

„ „ +25X . 


f) mius. 

15 mim. | 

1 

30 mia-t. 

45 iniiM. 

1 hr. 

2 hr-i. ; 

_i 

191-5 

217-5 

223'2 

223-7 

223-1 

224-7 

108-2 

196-8 

2097 

233-4 

215'8 

262-7 

80-3 

94-5 

97-3 

97-5 

97-8 

98-5 

82-5 

94-8 

101'2 

102-1 

1047 

107'2 

79-9 

96-4 

102-8 

105-2 

108-3 

112-6 

78-8 

100-9 

108-1 

116-4 

1190 

126-8 

1 


Fractional saponification, with the use of varying amounts of caustic 
alkali, will also reveal the presence of tei'pinyl acetate. 

The following table will indicate the differences observed when about 

N 

2'5 grams of the oil are saponified (1) with 20 c.c. of ■= alkali for two 
N 

hours, and (2) with 10 c.c. of ^ alkali, diluted with 25 c.c. of alcohol for 
one hour;— 


Oil 

• 20 c.c. X 
2 hours. 

' 10 C.C. (and 
i25c.c. Alcohol] 
X 1 hour. 

DitTerouce. 

. 

Bergamot (11. 

100-5 

1 98-6 

1-9 

Bergamot (2). 

108 

' 105-5 

2-5 

„ with 6 per Cent. Jerpinyl 

. Acetate .... 

"117 

10»-5 

14-5 

„ with 10 per Cent. Terpinyl 

Acetate .... 

. 121 

j 104*0 

17-0 

• • 



_ , 


' Scbimmel’s Bepori, October, 191Q> 60. 
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The following table represents the behaviour on fractionation at 3 mm. 
pressure of two samples of bergamot adulterated with terpinyl acetate and 
a sample of pure bergamot oil:— 
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‘The author ‘ has reoommended the examination of the last 10 per 
cent, left on evaporation of the oil on a water-bath, since the heavy arti¬ 
ficial esters accumulate in this fraction. The refractive index of lliis 10 
per cent, should not be below 1'5090, and the saponification value should 
not exceed 190. The following figures (see next page) represent nine 
samples of adulterated oil, all sold as genuine bergamot oil. 

Glyceryl acetate, which is an artificial ester commonly used in the 
adulteration of bergamot oil, is detected fairly easily on account of its high 
solubility in dilute alcohol. The test is carried out as follows; “ Ten c.c. 
of bergamot oil and 20 c.c. of 5 per cent, alcohol are well shaken in a 
separating funnel, and after the solutions have separated and become 
clear the watery solution is run off and filtered. Ten c.c. of the filtrate 
are exactly neutralised vrith deci-normal alkali, and then 5 c.c. of semi- 



normal alkali run in, and the whole saponified under a reflux condenser 
for one hour. In the case of pure bergamot oil O'l or at most 0‘2 c.c. of 
semi-normal alkali will have been us^ up by the saponification, whilst 
each 1 per cent, of glyceryl triacetate present in the oil will be represented 
byp ractically 0’5 c.c. of semi-normal alkali. 

Schimmel & Co. have proposed to detect esters of fixed acids by an 
estimiition of the amount of volatile acids obtained by distilling the acidified 
saponification residues, and compairing this figure with the amount of 
acid indicated by the saponification value. 

In this determination about 2 grams are saponified in the usual 
manner, and fhe saponification residue rendered sightly alkaline, and 
evaporated to dryness on a water-bath. The residue is dissolv^ in 6 c.c. 
of water and acidified witl> 2 c.c. of dilute sulphuric acid. This liquid is 
now distilled by passing a current of steam through it, and when no 

ip. and E.O.n., Ijy, 14. Bericht, April, Ml, 
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« 

further acid comes over the distillate (about 300 c.c.) is titrated with deci- 
normal alkali, using phenolphthalin as indicator. The alkali consumed in 
this neutralisation is nearly identical with that used in the direct saponi¬ 
fication, if all the estere present are those of volatile acids, as is the case, 
with pure bergamot oil. The distillation value should not be more than 
5 to 10 below the direct saponification value {i.e. milligrams of KOH per 

1 gram of oil). When esters of non-volatile acids have been used as 
adulterants the difference is enormous. Foi' example, an oil containing 

2 per cent, of ethyl citrate yielded a direct saponification value of 109'1 
and a distillation value of 92'8, and one containing 5 per cent, of ethyl 
succinate gave a direct value of 127’6 and a distillation value of 91’5. 

Ilmney ^ has made a critical study of this method, and recommends 
the following apparatus to be used in the process:— 

(a) A 3 litre Jena glass flask. 

(b) A rubber connection, the removal of which, of course, immediately 
outs off the steam supply. 

S A long-necked CO,, flask of Jena glass and 150 c.c. ckpacity. 

j The most suitable splash head for the operation. 

(e) A Davies’ condenser. 

(/) A 500 c.c. Erlenmeyer flask. 

The results obtained, unless the special precautions described be 
adopted when calculated as percentages of ester in the oil, arc consider¬ 
ably too high. Whilst some of the causes may he apparent to many, 
nevertheless the following is a list constructed to include the more im¬ 
portant of these causes, and will serve to indicate in what manner the 
necessary amendments should be made;— 

1. The use of methylated spirit (unpurified by further distillation) 
in the preparation of the standard potash solution employed by some 
experimenters in the saponification of the oil. 

2. The use of hydrochloric acid in neutralising the excess of alkali 
after saponification. 

3. The employment of water in the steam generating flask which 
has beetk insufficiently boiled to free it from carbon dioxide and other 
impurities. 

4. The sulphuric acid, used to acidulate before distillation, may be 
advantageously replaced by phosphoric acid. This modification, whilst 
in many oases not absolutely essential, is desirable on account of the fact 
that sulphuric acid is liable to become reduced by certain constituents of 
oils, particularly of old oils, which frequently contain substances of a 
resinous nature. In such cases the volatile acid products of the reduc¬ 
tion pass over along with the true acids of the oil undergoing examina¬ 
tion. 

The relations which the abnormal results obtained bear to the above 
outlined conditions are clearly shown b^ the figures on next page. 

It is evident that, in order to obtain accurate results, the method of 
working must be clearly and minutely adhered to, especially so in view 
of the fact that the.determination of ester by the method of steam distilla¬ 
tion is a very valuable indication as to the purity of an oil, serving to 
detect the fraudulent addition to oils of such esters as diethyl succinate, 
trietliyl citrate, and diethyl oxalate, thd free acids of *vhich are non¬ 
volatile in steam. It will not detect glyceryl acetate or terpinyl acetate. 


•'•P. and 1914, 116. 
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Method. 

Percentage of Eater 
found. 

1. Oil sapouified by solution of potash in unpurified methy¬ 
lated spirit. Excess of alkali neutralised by hydro¬ 
chloric acid and the acids liberated, previous to dis¬ 
tillation by snlphuric acid. 

47-28 

2. As 1, but the excess of alkali after saponification neutra¬ 
list by sulphuric acid. 

43-51 

3. As 2, but the methylated alcoholic potash replaced by a 
solution of polish in 96 per cent. (60 o.p.) alcohol 

41-38 

4. As 2, methylated alcoholic potash (the spirit being 
previously purified by distillation over potash) being 
used instead of the solution of potash in unpurified 
spirit .. 

41-45 

S. As 2, the methylated alcoholic potash being replaced by 
a solution of potash in absolute alcohol purified by 
distillation over potash. 

41-00 

6. A “blank” experiment, employing for distiliation the 

residue resulting from the evaporation of 25 o.o. of the 
alcoholic potash used in 5, previously neutralised by 
means of sulphuric acid. 

7. Ester found in S leas the amount of ester equivalent to 

the volume of deci-normal sodium hydroxide used up in 
the blank experiment. 

1-5 O.O. deci-normal 
sodium hydroxide 
was required for 
the neutralisation 
of the distillate 

39-69 


The method, yielding reliable results and including modifications, devised 
to remove the sources of error above-mentioned, is as follows:— 

About 2 grams of the oil (bergamot or lavender) is accurately weighed 
into a carbon dioxide flask, and 15 c.c. neutralised alcohol added along 
with a few drops of phenolphthalein solution, and the whole is just boiled 
on the steam-bath. The acid number is ascertained by titration with 
deci-normal alcoholic potassium hydroxide, 25 c.c. semi-normal alcoholic 
potash (made with 90 to 96 per cent, spirit, preferably distilled over 
potash) is now added, and the whole boiled under a reflux condenser for 
one hour, the excess of potash, after saponification and addition of 40 o.c. 
of carbon dioxide-free water, being neutralised by means of semi-normal 
sulphuric acid. This titration gives the figure from which the ester per¬ 
centage is calculated. 

A few drops of semi-normal alcoholic potash are added, and the liquid 
allowed to evaporate on the steam-bath. 

To the residue is added 10 c.d. of dilute phosphoric acid, prepared by 
mixing about 3'5 c.c. of 88 per cent, acid with 100 c.c. of carbon dioxide- 
free distilled water. 

' The carbon dioxide flask is now immediately attached to the appara¬ 
tus, and the distillation is commenced. 

It should hejre be noted that the distilled water in the steam generat¬ 
ing flask must have been allowed to become entirely free from carbon 
dioxide by at least half an hour’s preliminary boiling. 

The whple apparatuS must be thoroughly cleans^ and freed from air 
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by allowing steam from the generator to blow through for a few minutes 
before attaching the carbon dioxide flask. 

Distillation is allowed to proceed, the water in the generator being 
kept boiling as quickly as possible, and the volume of liquid in the 
smaller flask being kept at about 10 c.c. by means of a small flame. 

The time taken for the collection of the required 260 c.c. of distillate 
is usually about thirty minutes. 

The distillate is collected in a 500 c.c. Brlenmeyer flask having a 
mark upon it to indicate the level of 250 c.c. Phenolphthalein solution 
and a sufficient excess of deci-normal sodium hydroxide solution are added 
to the distillate and the excess of alkali determined by bapk-titration. 

Halt and Harvey * prefer to determine glyceryl acetate in essential 
oils by a method in which the glycerol is separate and weighed. This 
method is as follows;— 

A quantity, if possible not less than 10 grams, of the oil to Ire ex¬ 
amined is mixed with about 50 c.c. of '830 alcohol and saponified with 
N/2 alcoholic potash; it is then digested on the water-bath for a period 
of one hour; the solution is neutralised by means of N/2 HCl, and 
evaporated to dryness upon the water-bath in order to remove the alcohol; 
about 20 c.c. of water is added and the oily proportion extracted by 
methylated ether, the water solution being run in a 6-osi. round-bottomed 
flask; the ether extract should again be washed with a further quantity 
of about 10 c.c. of water, which is then added to that already in the flask, 
and the whole evaporated to a syrupy condition. This residue contains 
the glycerol originally present as glyceryl acetate which is estimated in 
the usual way by the triacetin method, the amount of glyceryl acetate 
being calculated therefrom. 

The Determination op Alcohols. 

The determination of alcohols in essential oils depends on the con¬ 
version of these compounds into their acetic esters, and then carrying out 
an ester determination as described above. 

Ten c.c. of the oil (spike, sandalwood and citronella are typical) are 
boiled under a reflux condenser for two hours with 15 c.c. of acetic 
anhydride and 2 grams of anhydrous sodium acetate. After the liquid 
has cooled, it is diluted with water and allowed to stand in the water- 
bath for fifteen minutes in order to decompose the excess of acetic 
anhydride. The liquid is then transferred to a separator and repeatedly 
washed with brine until the wash water is perfectly neutral in reaction. 
The last washing may be effected with brine containing a little sodium 
carbonate when the washings should be alkaline. The oil is then separ¬ 
ated 5 ,nd the last traces of water removed by digestion with ignited 
potassium sulphate for an hour. About 2 to 5 grams, depending on the 
alcohol content of the aoetylated (bsterified) oil, arq then saponified as 
described above, care being taken to neutralise the oil before saponifica¬ 
tion, as traces, of free acid always remain in the acetyiated oil. The 
amount of ester in the aoetylated oil is easily calculated, but to convert 
this into the percentage of free alcohol in the original oil requires a more 
tqdious calculation. The following formula can be uged for this:— 

N X M 

® ““ 10(W- -OlANV 
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where x is the percentage of the alcohol in the original oil, M is the 
molecular weight, and N is the number of c.c. of normal alkali used, and 
W the weight of the acetylated oil. Here the factor ■042N is on account 
of the increase of the weight due to acetylation. This formula is only 
true if the original oil contains no esters. In eases where estera and 
alcohols occur together the best method is to— 

1. Estimate the esters in the original oil by a preliminary saponifica¬ 
tion of a small quantity. 

2. Saponify about 20 grams and separate the resulting oil, which now 
contains all the alcohols in the free state. 

3. Estimate .the total alcohols in 2 by the acetylation process. 

4. Calculate the total alcohols in the original oils from 3, by allowing 
for the decrease in weight of 1 when saponified. 

6 . Deduct the alcohols combined as esters from the total alcohols, 
which gives the amount of tree alcohols. 

In these estimations it is necessary to calculate all the esters and all 
the alcohols to one formula, expressing the result, for instance, as menthyl 
acetate, although as a matter of fact small quantities of the corresponding 
propionate and butyrate may also be present, which it is impossible to 
estimate separately. 

In certain cases the results thus obtained are very nearly scientifically 
accurate, but in certain cases the alcohol breaks down under the influence 
of the acetic anhydride and the results are considerably lower than the 
truth, the variation depending entirely on the conditions of the experi¬ 
ment, which should therefore be kept constant as above recommended. 
Linalol and terpineol are two cases in point. To meet such cases Boules ^ 
has recommended diluting 5 grams of the oil with 25 grams of turpentine, 
and then boiling with 40 c.c. of acetic anhydride and 3 to 4 grams of 
pure sodium acetate. A blank experiment to allow for the “alcohol 
value ” of the turpentine must be performed, and the proper deduction 
made. It is claimed by Boulex that this method yields accurate results, 
but, although in the case of terpineol the results are fairly good, the 
process does not give scientifically accurate results. 

The following tables have been prepared by Schimmel & Go., who 
gave permission for them to be reproduced in a previous edition, in oi-der 
to save calculations. Having determined the saponification value of the 
oil before or after acetylation, the amounts of esters or alcohols respec¬ 
tively can be calculated. It must be borne in mind that the alcohol values 
are only strictly accurate when there are no esters present in the oil. 
Table I. gives the values for alcohols of the formula and Ci^HjdO 

(geraniol and citronellol) and their acetic esters. Table II. gives the 
corresponding values for the alcohols C 15 H 24 O and CjjHjuO. Table III. 
gives the ester values for geranyl tigliuate. 


I null. Soe. Chim.,'iv. (1907), i. 117. 
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Table I. 



C 

ioHi«0. 


OjflHaoO. 

^p. 

Figure. 

Acetate. 

Alcohol, 

Alcohol ill 
the Orig. Oil. 

Acetate. 

Alcohol. 

Alcohol ill 
the Orig. Oil. 

Sap. 

Figure. 

1 

0-35 

0-28 

0-27 

0-85 

0-28 

0-28 

1 

‘2 

0-70 

0-55 

0-55 

0-71 

0-56 

0-56 

2 

3 

l-OS 

0-83 

0-83 

1-06 

0-84 

0-84 

3 

4 

1-40 

1-10 

1-10 

1-41 

1-11 

1-12 

4 

5 

1-75 

1-38 

1-38 

1-77 

1-39 

1-40 

5 

6 

2-10 

1-65 

1-66 

2-12 

1-67 

1-68 

6 

7 

2-45 

1-93 

1-94 

2-47 

1-95 

1*96 

7 

8 

2-80 

2-20 

2-21 

2-88 

2-23 

2-24 

8 

9 

3-16 

2-48 

2-49 

3-18 

2-51 

2-62 

9 

10 

3-60 

2-75 

2-77 

3-54 

2-79 

2-81 

10 


3-86 

3-03 

3-06 

3-89 

3-06 

3-09 

11 

12 

4-20 

3-30 

3-33 

4-24 

3-34 

3-37 

12 

18 

4-56 

3-58 

3-61 

4-60 

3-62 

3-66 

13 

14 

4-90 

3-85 

3*89 

4-96 

3-90 

3-94 

14 

15 

5-25 

4-13 

4-17 

5-30 

4-18 

4-23 

15 

10 

5'60 

4-40 

4-45 

5-66 

4-46 

4-61 

16 

17 

5’95 

4-68 

4-74 

6-01 

4-74 

4-80 

17 

18 

6-30 

4-95 

5-02 

6-36 

5-01 

5-08 

18 

19 

005 

5-23 

5-30 

6-72 

5-29 

5-37 

19 

20 

7-00 

5-50 

5-58 

7-07 

5-57 

5-66 

20 

21 

7-35 

5-78 

5-87 

7-42 

5-85 

5-94 

21 

22 

7-70 

6-05 

6-15 

7-78 

6-13 

6-23 

22 

23 

805 

6-33 

6-44 

8-13 

6-41 

6-52 

23 

24 

8-40 

6-60 

6-72 

8-49 

6-69 

6-81 

24 

25 

8-75 

6-88 

7-01 

8-84 

6-96 

7-10 

25 

20 

9-10 

7-15 

7-29 

9-19 

7-24 

7-39 

20 

27 

9-45 

7-43 

7*58 

9-55 

7-52 

7-68 

27 

28 

9-80 

7-70 

7-87 

9-90 

7-80 

7-97 

28 

29 

.10-15 

7-98 

8-J5 

10-25 

8-08 

8-26 

29 

30 

10-50 

8-25 

8-44 

10-61 

8-36 

8-55 

30 

31 

10-85 

8-63 

8-73 

10-96 

8-04 

8-84 

31 

82 

11-20 

8-HO 

9-02 

11-31 

8-91 

9-13 

32 

33 

11-55 

9-08 

9-31 

11-67 

9-19 

9-43 

33 

34 

11-90 

9-35 

9-59 

12-02 

9-47 

9-72 

34 

35 

12-26 

9-«3 

9-88 

12-37 

9-75 

10-01 

35 

30 

12-60 

9-90 

10-17 

12-73 

10-03 

10-31 

36 

87 

12-95 

10-18 

10-47 

13-08 

10-31 

10-60 

37 

38 

13-30 

10-45 

10-76 

13-44 

10-59 

10-90 

38 

39 

13-66 

10-73 

ll-a5 

13-79 

10-86 

11-19 

39 

40 

14-00 

11-00 

11-34 

14-14 

11-14 

11-49 

40 

41 

14-35 

11-28 

11-63 

14-50 

11-42 

*11-78 

41 

42 

14-70 

11-55 

11-93 

14-85 

11-70 


42 

43 

16-05 

it-a3 

12-22 

15-20 

11-98 

12-38 

43 

44 

15-40 

12-10 

12-51 

15-56 

12-26 

12-68 

44 

.46 

16-75 

12-38 

12-81 

15-91 

12-54 

12-97 

45 

' 46 

16-10 

12-65 

13-10 

16-26 

12-81 

13-27 

46 

47- 

16-46 

12-93 

13-40 

16-62 


73-57 

47 

48 

16-80 

13-20 

13-69 

16-97 

13-37 

13-87 

48 

49 

17-16 

13-48 

13-99 

l»-32 

1^ 

14-17 

49 

50 

17-50 

13-76 

* 14-29 

17-68 

• 

13*93 

14-47 

t 

60 
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Table I. {contimted). 



C 




Cj, 



Sap. 

Figure. 

Acetate. 

AlcohoL 

Aleohol in 
the Orig. Oil. 

Acetate. 

Aluoliol. 

Alcohol in 
the Orfg. Oil 

Sap. 

Figure. 

51 

17-85 

14-03 

14-68 

18-03 

14-21 

14-77 

51 

52 

18-20 

14-30 

14-88 

18-39 

14-49 

16-07 

52 

53 

18-65 

14-58 

15-18 

18-74 

14-76 

15-38 

63 

54 

18-90 

14-85 

16-48 

19-09 

15-04 

16-68 

64 

65 

19-25 

15-13 

15-77 

19-45 

16-82 

15-98 

55 

56 

19-60 

15-40 

16-07 

19-80 


16-28 

56 

67 

19-95 

15-68 

16-38 

20-15 

15-88 

16-59 

67 

58 

20-30 

15-95 

16-68 

20-61 

16-16 

16-89 

58 

69 

20-65 

16-23 

16-98 

20-86 

16-44 

17-20 

59 

60 

21-00 

16-50 

17-28 

21-21 

16-71 

17-50 

60 

61 

21-35 

16-78 

17-58 

21-57 

16-99 

17-81 

61 

62 

21-70 

17-05 

17-88 

21-92 

17-27 

18-11 

62 

63 

22-05 

17-33 

18-18 

22-27 

17-55 

18-42 

63 

64 

22-40 

17-60 

18-49 

22-63 

17-88 

18-73 

64 

65 

22-75 

17-88 

18-79 

22-98 

18-11 

19-04 

65 

66 

23-10 

18-15 

19-10 

23-34 

18-.39 

19-34 

66 

i 67 

23-45 

18-43 

19-40 

23-69 

18-66 

19-65 

67 

j 68 

23-80 

18-70 

19-70 

24-04 

18-94 

19-96 

68 

69 

24-15 

18-98 

20-01 

24-40 

19-22 

20-27 

69 

70 

24-50 

19-25 

20-32 

24-75 

19-50 

20-68 

70 

71 

24-85 

19-53 

20-62 

26-10 

19-78 

20-89 

71 

72 

25-20 

19-80 

20-93 

25-46 

20-06 

21-20 

72 

73 

25-65 

20-08 

21-24 

25-81 

20-34 

21-61 

73 

74 

25-90 

20-85 

21-55 

26-16 

20-61 

21-83 

74 

75 

26-25 

20-63 

21-85 

26-62 

20-89 

22-14 

76 

76 

26-60 

20-90 

22-16 

26-87 

21-17 

22-45 

76 

77 

26-96 

21-18 

22-47 

27-22 

21-45 

22-77 

77 

78 

27-30 

21-45 

22-78 

27-58 

21-73 

23-08 

78 

79 

27-66 

21-73 

23-09 

27-93 

22-01 

23-39 

79 

80 

28-00 

22-00 

23-40 

28-29 

22-29 

23-71 ' 

80 

) 81 

28-35 

22-28 

23-72 

28-64 

22-56 

24-02 

81 

82 

28-70 

22-55 

24-03 

28-99 

22-84 

24-34 

82 

83 

29-05 

22-83 

24-34 

29-86 

23-12 

24-66 

83 

84 

29-40 

23-10 

24-65 

29-70 

23-40 

24-97 

84 

85 

29-75 

23-38 

24-97 

30-05 

23-68 

25-29 

85 

86 

30-10 

28-65 

25-28 

30-41 

28-96 

25-61 

86 

4 87 

80'46 

23-93 

25-60 

30-76 

24-24 

25-98 

87 

1 88 

30-80 

24-20 

25-91 

31-11 

24-51 

26-25 

88 

1 89 

31-15 

24-48 

26-23 

31-47 

24-79 

26-67 

89 

90 

31-50 

24-75 

26-54 

31-82 

25-07 

26-89 , 

90 

91 

81-85 

25-03 

2B-86 

32-17 

25-35 

27-21 

91 

92 

32-20 

25-30 

27-18 

32-58 

26-63 

27-58 

92 

93 

32-65 

25-58 

27-49 

32-88 

25-91 

- 27-85 

93 

94 

32-90 

25-85 

27-81 

33-24 

26-19 

28-17 

94 

95 

88-25 

26-18 

28-13 

83-59 

26-46 

28-49 

95 

,1 96 

33-60 

26-40 

28-45 

33-94 

26-74 

28-82 

96 

! 97 

33-95 

26-68 

28-77 

34-.'iO 

27-02 

29-14 

. 97 

1 98 

j 34-80 

26-95 

29-09 

34-65 

27-30 

29-47 

98 

! 99 

34-65 

27-28 

29-41, 

35-00 

27-58 

29-79 

99 

100 

' 86 00 

27-50 * 

• 

29-78 

85-86 

fi7<86 

80-11 

100 
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Table I. (continued). 




Cw 

H„0. 


Sap. 

Figure. 

Acetate. 

Alcohol 

Alcohol in 
the Orig. Oil. 

Acetate. 

Alcohol 

Alcohol in 
the Orig. Oil 

Sap. 

Figure. 

101 

S5-85 

27-78 

30-05 




H 

\m 

36-70 

28-05 

80-87 




ESI 

! 108 

86-05 

28-33 

30-70 

36-42 

28-69 

31-09 

103 

1 104 

36-40 

28-60 

31-02 

36-77 

28-97 

31-42 

104 

i 105 

36-76 

28-88 

31-34 

37-12 

29-25 

81-76 

105 

! 106 

87-10 

20-15 

31-67 

37-48 

29-53 

32-08 1 

106 

1 107 

87-46 

29-48 

31-99 

.37-83 

29-81 

32-41 ; 

107 

: 108 

37-80 

29-70 

32-32 

38-19 

30-09 

32-74 

108 

, 109 

38-16 

29-98 

82-64 

38-64 

30-86 

33-07 

109 

1 110 

88-60 

30-25 

32-97 

38-89 

80-64 

33-40 1 

no 

1 

! Ill 

38-85 

80-53 

33-30 

39-25 

30-92 

33-^3 ' 

111 

; 112 

39-20 

30-80 

33-62 

39-60 

31-20 

34-06 

112 

1 118 

39-55 

31-08 

.33-95 

89-96 

31-48 

34-39 

113 

. 114 

89-90 

31-35 

84-28 

40-31 

31-76 

1 34-73 

114 

115 . 

40-25 

31-68 

34-61 

40-66 

32-04 

: 35-06 : 

115 

. 116 

40-60 

31-90 

34-94 

41-01 

32-31 

i 35-,39 

116 

; 117 

40-95 

32-18 

36-27 

41-37 

32-59 

35-73 

117 

1 118 

41-30 

82-45 

35-60 

41-72 

32-87 

! ,36-06 

118 

119 

41-65 

32-73 

35-93 

42-07 

33-15 

36-40 

119 

' 120 

1 

42-00 

33-00 

86-26 

42-43 

83-43 

36-73 

120 

' 121 

42-85 

33-28 

36-60 

42-78 

33-71 

37-07 

121 

' 122 

42-70 

33-65 

86-98 

48-14 

33-99 

37-41 

122 

! 123 

43-05 

33-83 

87-26 

43-39 

34-26 

' 37-75 

123 

124 

43-40 

34-10 

37-60 

43-84 

34-54 

38-08 

124 

! 125 

43-75 

34-88 

37-93 

44-20 

,34-82 

88-42 

125 

1 126 

44-10 

84-65 

38-27 

44-55 

35-10 

38-76 

126 

. 127 

44-45 

34-93 

38-60 

44-90 

35-38 

! 39-10 

127 

. 128 

44-80 

86-20 

38-94 

45-26 

35-66 

,39-44 

128 

129 

■ 45-15 

85-48 

39-27 

45-61 

35-94 

39-78 

129 

1 . 130 

45-60 

.35-75 

39-61 

45-96 

36-21 

40-13 

130 

i 

131 

45-85 

86-03 

39-96 

46-32 

36-49 

40-47 

131 

132 

46-20 

36-80 

40-2<t 

46-67 

36-77 

40-81 

132 

133 

46-65 

36-58 

40-63 

47-02 

37-05 

! 41-16 

133 

. 134 

46-90 

86-85 

40-97 

47-38 

37-33 

; 41-50 

134 

1 185 

47-25 

37-13 

41-31 

47 73 

37-61 

1 41-84 

135 

: 136 

47-60 

37-40 

41-65 

48-09 

37-89 

1 42-19 

136 

i 137 

47-95 

37-68 

1 41-99 

48-44 

38-16 

1 42-63 

137 

138 

48-30 

37-95 

! 42-33 

48-79 

38-44 

1 42-88 

188 

139 

48-65 

38-23 

1 42-67 

49-15 

38-72 

1 43-23 

139 

140 

■ 49-00 

88-50 

j 43-02 

49-60 

• 

39-00 

1 43-68 

140 

141 

49-35 

38-78 

43-36 

49-86 

39-28 

i 43-92 

141 

142 

49-70 

S9-05 

48-71 

60-21 

39-56 

1 44-27 

142 

143 

60-06 

89-83 

44-05 

50-56 

89-84 

1 44-62 

143 

144 

50'40 

39-60 

44-39 

60-91 

40-11 

j 44-97 

144 

• ’ 146 

60-76 

89-88 

44-74 

61-27 

40-39 

; 45-32 

145 

146 

61-10 

40-15 

45 09 

51=62 

40-67 

1 a 45-67 

146 

147 

51-46 

40-43 

45-44 

51-97 

40-95 

46-02 

147 

148 

51-80 

40-70 

45-78 

52-38 

41-23 

1 46-38 

14 S 

149 

52-16 

40-98. 

. 46-13 

52-68 

44-51 

j 46-73 

140 

150 

52-60 

41-26 

46-48 

53.04 

41-79 

1 •--a- 

47*08 

1 1 

160 
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C 



1 * 

8 up. 

Figure. 

AcAitate. 

Alcoliol. 

Alooliol ill 
the Orig. Oil. 

Acetate. 

Alcohol. 

i 

Alcohol iu 
the Orig. Oil. 

Sap. 

Figure. 

151 

52-85 

41-53 

40-83 

53-39 

; 42-00 

47-44 

161 

152 

63-20 

41-80 

47-18 

63-74 

! 42-34 

47-79 

152 

153 

53-65 

42-08 

47-53 

54-10 

42-62 

48-15 

153 

164 

53-90 

42-35 

47-88 

54-45 

42-90 

48-50 

154 

155 

54-25 

42-63 

48*2:1 

54-80 

43-18 

48-86 

155 

15(> 

54-00 

42-90 

48-58 

55*10 

43-40 

49-21 

166 

157 

64-95 

43-18 

48-94 

55-51 

43-74 

49-57 

157 

158 

55-30 

48*45 

49-29 

55-86 

44-01 

49-93 

158 

159 

55*<>5 

43-73 

49-65 

56-22 

44-29 

50-29 


ICO 

56-00 

44-00 

50-00 

56-57 

44-57 

50-65 


Kil 

60-35 

44-28 

50*30 

50-92 

44-85 

51-01 

161 

162 

50-70 

44-55 

50-71 

57-28 

45-13 

51-37 

162 

1G3 

57-05 

44-83 

51-07 

57*03 

45-41 

51-73 

163 

164 

67-40 

45-10 

51-42 

57-99 

45*69 

52-09 

164 

165 

57-75 

45-38 

51-78 

58-34 

45-90 

52-46 

165 

166 

58-10 

45-65 

52-14 

58-69 

46-24 

52-82 

106 

167 

58-45 

45-93 

52-50 

59-05 

46-52 

53*18 

167 

168 

58-80 

46-20 

52-86 

59-40 

46-80 

53-55 

168 

109 

59-15 

40*48 

53*22 

69-75 

47-08 

53-91 

169 

170 

59-50 

46-75 

53-58 

00-11 

47-36 

54-28 

170 

171 

59-85 

47-03 

53-94 

60-40 

47-04 

54-64 

171 

172 ' 

60-20 

47-30 

54-81 

60-81 

47-91 

55-01 

172 

178 

00-55 

47-58 

54-67 

61-17 

48-19 

55-88 

173 

174 

60-90 

47-85 

65-03 

61-52 

48-47 

55-75 

174 

175 

61-25 

48-18 

55*40 

61-87 

48-75 

56-12 

175 

170 

61-60 

48-40 

55-76 

02-23 

49-03 

56-48 

176 

177 

61-96 

48-68 

50-13 

02*58 

49-31 

50-85 

177 

178 ; 

62-30 

48-95 

56-49 

62-94 

49-59 

57-23 

178 

179 i 

62-05 

49-23 

56-86 

63-29 

49-86 

57-00 ■ 

179 

180 . 

63-00 

49-50 

57-22 

63-04 

50-14 

57-97 

180 

181 , 

63-36 

49-78 

57-59 

64-00 

50-42 

58-34 

181 

182 ; 

63-70 

50-05 

57-96 

64-35 

50-70 

58-71 

182 

las ■ 

64-05 

50-83 

58-33 

64-70 

50-98 

59-09 

183 

184 

64*40 

50-00 

58-70 

65-06 

51-20 

59-4(> 

184 

185 

64-76 

50-88 

59-07 

65-41 

51-54 

59-84 

185 

186 

65-10 

51-15 

59-44 

65-70 

51-81 

60-21 

180 

187 

65-45 

51-43 

59-81 

66-12 

52-09 

60-59 

187 

188 

65-80 

61-70 

60-19 

06-47 

52-37 

60-97 

188 

189 

66-15 

51-98 

60-56 

66-82 

52-05 

61-85 

189 

190 

06-50 

52-25 

60-93 

07-18 

52-93 

61-72 


191 

66-85 

52-58 

61-31 

67-58 

53-21 

62-10 

191 

192 

67-20 

52-80 

61-68 

67-89 

53-49 

02-48 

192 

193 

67-55 

53-08 

62-06 

68-24 

53-76 

62-86 

193 

194 

07-90 

53-35 

62-43 

68-59 

54-04 

68-24 

194 

195 

68-26 

53-03 

02-81 

68-95. 

54-32 

63-63 

196 

196 

08-60 

' 53-90 

63-19 

69-30 

54-60 


196 

197 

68-95 

54-18 

63-57 

69-65 

54-88 

64-89 

197 

198’ 

69-80 

54-45 

63-95 , 

70-01 

55-16 

64-78 

198 

199 , 

69-65 

54-73 

64-38 

70-86 

56-44 

65-16 

199 

200 

70-00 

55-00 

J.. 

04-71 

70-71 

55-71 

65-66 
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Table I. (continued). 



C 






Sap. 

Figure. 

Auftate. 

Aluohol 

Alcohol in 
tlio Orig. Oil. 

Acetate. 

AU*ohol. 

Alcohol in 
the Orig. Oil. 

Saj). 

Figuri*. 

201 

70-35 

55-28 

65-09 

71-07 

55-99 

65-98 

201 

202 

70-70 

55-55 

65-47 

71-42 

56-27 

66-32 

202 

20.1 

71-05 

55-83 

05-85 

71-77 

56-55 

66-71 

203 

204 

71-40 

56-10 

66-23 

72-13 

56-83 

67-09 

204 

2a5 

'71-75 

56-38 

60-62 

72-48 

57-11 

67-48 

2a5 

200 

72-10 

56-65 

07-00 

72-84 

57-39 

67-87 

206 

207 

72-45 

56-93 

07-39 

73-19 

57-66 

08-26 

207 

208 

72-30 

67-20 

67-77 

73-54 

57-94 

68-65 

208 

209 

73-15 

57-48 

63-16 

73-90 

58-22 

69-04 

209 

210 

73-50 

57-75 

68-55 

74-25 

58-50 

09-44 

210 

211 

73-85 

53-03 

68-93 

74-60 

58-78 

69-83 

211 

212 

74-20 

58-30 

69-32 

74-96 

.59-06 

70-22 

212 

m 

74-55 

58-58 

69-71 

75-31 

59-84 

70-62 

213 

214 

74-00 

58-85 

70-10 

75-60 

.59*61 

71-01 

214 

21 

75-25 

59-13 

70-49 

76-02 

.59*80 

71-41 

215 

210 

75-00 

50-40 

70*88 

76-37 

60-17 

71-80 

216 

217 

75-95 

. 59-68 

71-23 

76-72 

60-45 

72-20 

217 

218 

76-30 

59-95 

71-67 

77-08 

6 O- 7.4 

72-60 

218 

219 

70-05 

60-23 

72-06 

77-48 

61-01 

73-00 

219 

220 

77-00 

60-50 

72-45 

77-79 

61*29 

73-40 

220 

221 

77 -.35 

60-73 

72-85 

78-U 

61-56 

73-80 

221 


77-70 

61-05 

7.3-25 

78-49 

61-84 

74-20 

222 

223 

73-05 

61-33 

73-64 

78-85 

62-12 

74-60 

223 

224 

73-40 

61-60 

74-04 

79-20 

02-40 

75-00 

224 

225 

’ 78-75 

61-83 

74-44 

79-55 

62-68 

75-40 

225 

220 

79-10 

62-15 

74-84 

79-91 

62-96 

75-81 

226 

227 

79-45 

62-43 

75-23 

80-26 

6:3-24 

76-21 

227 

22H 

79-80 

62-70 

75-03 

80-61 

68*51 

76-62 

■ 228 

220 , 

80-15 

62-98 

70-03 

80-97 

63-79 

77-02 

229 

2W 

30-50 

63-25 

76*44 

81*82 

64-07 

77-43 

230 

m 

80-85 

63-53 

70-84 

81-67 

61*35 

77-83 

231 

232 

81-20 

r>8-R0 

77-24 

82-03 

04-63 

78-24 

232 

2:33 

81-55 

64-08 

77-64 

82-33 

04-91 

78-65 

233 

234 

81-90 

64-35 

78-05 

82-74 

65-19 

79-06 

234 

235 

82-25 

G4-GH 

78-45 

83-09 

65-46 

79-47 

235 

1 230 

82-00 

04-90 

78-80 

83-44 

65-74 

79-88 

236 

237 

82-95 

65-13 

79-27 

83-80 

66-02 

80-29 

237 

238 

, 83-30 

65-45 

79-67 

84-15 

66-30 

80-71 

238 

239 

33-65 

65-73 

80-08 

84-50 

66-58 

81-12 

239 

1 240 

, 34-00 

06-00 

30-49 

84-86 

66-86 

81-53 

240 

241 

! 84-35 

66-28 

80-90 

85-21 

67-14 

81-95 

241 

242 

i 34-70 

66-55 

81-31 

85-56 

67-41 

82-.30 

242 

243 

85-05 

• 66-83 

81-72 

85-92 

67-69 

82-78 

243 

i 244 

35-40 

67-10 

82-13 

86-27 

07-97 

83-20 

244 

245 

i 85-75 

67-88 

82-54 

80-02 

68-25 

83-01 

245 

246 

; 86-10 

67-65 

82-96 

86-98 

68-53 

, 84-03 

246 

247 

; 86-45 

67-93 

83-37 

87-83 

68-81 

84-45 

247 

248 

; 86-80 

68-20 

a3-78 

87-69 

69-09 

84-87 

243 

249 

■ 87-15 

68-48 

84-20 

•88-04 

69-36 

85-29 

249 

250 

1 87-50 

68-7** 

34-62 

88-39 

69-64 

• 

86-71 

250 
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Table I. (contimied). 


CioHigO. 1 




Sap. 

Figare. 

Acetate. 

Alcohol. 

69-03 

69-30 

69-58 

69- 85 

70- 13 
70-40 
70-68 

70- 95 

71- 23 
71-50 

Alcohol in 
the Orig. Oil. 

Acetate. 

Alcohol. 

Alcohol in 
the Orig. Oil. 

Sap. 

Figure. 

251 

252 

253 

254 

255 

256 

257 

258 

259 

260 

87- 85 

88 - 20 
88-55 

88- 90 

89- 25 , 
89-60 

89- 95 

90- 30 

90- 65 

91- 00 

85-03 

85-45 

85- 87 

86- 29 

86- 71 

87- 13 
87-55 

87- 97 

88- 40 
88-82 

88- 76 

89- 10 
89-45 

89- 81 

90- 16 
90-51 

90- 87 

91- 22 
91-57 

91- 93 

92- 28 
92-64 

92- 99 

93- 34 

93- 70 

94- 05 
94-40 

94- 76 

95- 11 
95-46 

69- 92 

70- 20 
70-48 

70- 76 

71- 04 
71-31 
71-59 

71- 87 

72- 15 
72-43 

72-71 

72- 99 
78-26 

73- 54 

73- 82 

74- 10 
74-38 
74-66 

74- 94 

75- 21 

86-14 

86-66 

86- 98 

87- 41 

87- 83 

88 - 26 

88- 69 

89- 11 
89-54 
89-97 

261 

262 

253 

254 

255 

256 

257 
268 
269 
260 

261 
262 
263 
i 264 
265 

i 266 

1 267 

1 268 

1 269 

1 270 

1 

91-35 

91- 70 

92- 05 
92-40 

92- 75 

93- 10 
93-45 

93- 80 

94- 15 
94-50 

71- 78 

72- 05 
72-33 
72-60 

72- 88 

73- 16 
73-43 
73-70 

73- 98 

74- 25 

89-25 

89- 67 

90- 10 
90-52 

90- 95 

91- 38 

91- 81 

92- 24 

92- 67 

93- 10 

90-40 ' 961 

90- 83 ' 962 

91- 27 ; 263 

91- 70 1 264 

92- 13 : 265 

92- 57 ' 266 

98-00 1 267 

93- 44 1 268 

93- 87 1 269 

94- 31 ; 270 

271 

272 
278 

274 

275 

276 

277 

278 

279 

280 

94- 85 

95- 20 
95-55 

95- 90 

96- 26 
96-60 

96- 95 

97- 80 

97- 66 

98- 00 

74-53 

74- 80 

75- 08 
75-35 
75-63 

75- 90 

76- 18 
76-45 

76- 73 

77- 00 

98-54 

93- 97 

94- 40 

94- 84 

95- 28 

96- 71 
96-15 

96- 69 

97- 03 
97-47 

96-82 

96-17 

96-62 

96- 88 

97- 28 
97-59 

97- 94 

98- 29 

98- 65 

99- 00 

75- 49 

76- 77 
76-05 
76-33 
76-61 

76- 89 

77- 16 
77-44 

77- 72 

78- 00 

94- 76 ; 271 

95- 19 : 272 

96- 63 ; 273 

96-07 ■ 274 

96-51 ; 276 

96- 96 , 276 

97- 40 i 977 

97- 84 ’ 278 

98- 29 ., 279 

98-73 1 280 

281 

282 

283 

284 

285 

286 

98-35 

98- 70 
})9-05 

99- 40 
99-75 

100-10 

77-28 

77-56 

77- 83 

78- 10 
78-38 
78-65 

97- 91 

98- 35 

98- 80 

99- 24 
99-68 

100-13 


78-28 

78-66 

78-84 

99-18 1 281 

99-68 i 282 

100-08 1 288 

1 

! 
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Table II. 


C,.H„0, 1 


Eater 

Number. 

Per Cent. 
Acetate. 

Per Cent 
Alc(^ol. 

Per Cent 
Alcohol in the 
Original Oil. 

Per Cent 
Acetate. 

Per Cent. 
Alcohol. 

Per Cent ! 
Alcohol in the | 
Original Oil. 

Ester 

Ifnmlier. 

1 



0-39 

mm 

0-40 

0-40 1 

1 

2 


0-79 

0-79 

0-94 

0-79 

0-79 

2 

8 

1-40 

1-18 

1-18 

1-41 

1-19 

1-19 

3 

i 

1-87 

1-57 

1-58 

1-89 

1-69 

1-59 

4 

5 

2-34 

1-96 

1-97 

2-36 

1-98 

i-99 ; 

5 


2-81 

2-36 

2-37 

2-83 

2-38 

2-39 

6 

7 

3-28 

2-75 

2-76 

3-30 

2-78 

2-79 ' 

7 

8 

8-74 

8-14 

3-16 

8-77 

3-17 

3-19 

8 

9 

4'21 

3-53 

3-66 

4-24 

3-57 

3-59 

9 

10 

4-68 

3*93 

3-96 

4-71 

3-96 

3-99 

10 

11 

5-15 

4-32 

4-36 

5-19 

4-36 

4-40 

11 

12 

6-61 

4-71 

4-76 

6-66 

4-76 

4-80 

12 

13 


5-11 

5-16 

6-13 

5-15 

5-20 

13 

14 

6-56 

6-50 

5-56 

6-60 

5-55 

5-61 

14 

15 

7-02 

5-89 

6-96 

7-07 

5-95 

6-01 

16 

IG 

7-49 

6-29 

6-36 

7-64 

6-34 

6-42 

16 

17 

7-95 

6-68 

6-77 

8-01 

6-74 

6-83 

17 

18 

8-42 

7-07 

7-17 

8-49 

7-14 

7-28 

18 

19 

8-89 

7-46 

7-67 

8-96 

7-63 

7-64 

19 

20 

9-36 

7-86 

7-98 

9-43 

7-98 

8-05 

20 

21 

9-88 

8-25 

8-38 

9-90 

8-33 

8-46 

21 

22 


8-64 

8-79 

10-37 

8-72 

8-87 

22 

23 


9-03 

9-19 

10-84 

9-12 

9-28 

23 

24 

11'23 

9-42 


11-31 

9-51 

9-69 

24 

25 

11-70 

9-82 

10-01 

11-79 

9-91 


25 

26 

12-16 

10-21 

10-42 

12-26 

10-30 

10-51 

26 * 

27 

12-63 

10-60 

10-83 

12-73 

10-70 

10-92 

27 

28 

18-10 

11-00 

11-24 

13-20 

11-10 

11-34 

28 

29 

18-57 

11-89 

11-65 

18-67 

11-49 

11-75 


30 

14-04 

11-79 

12-06 

14-14 

11-89 

12-17 

80 

31 

14-61 

12-18 

12-47 

14-61 

12-28 

12-58 

81 

32 

14-98 

12-57 

12-88 

■!«!» 

12-68 


32 

38 

15-45 

12-96 

13-29 

15-55 

18-08 

13-41 

33 

34 

15-91 

13-35 

13-71 


13-48 

13-88- 

34 

36 

16-38 

18-75 

14-12 

16-60 

13-88 

14-25 

35 

36 

16-85 

14-14 

14-54 

16-97 

14-27 

14-67 

86 

87 

17-82 

14-54 

14-95 

17-44 

14-76 

15-09 

37 

38 

17-79 

14-98 

16-87 

17-91 

15-CG 

16-61 

38 

39 

18-25 

15-32 

15-78 

18-38 

15-46 

15-93 

39 

■I 

■ 18-71 

15-71 

16-20 

18-86 

15-86 

16-35 

■H 

41 

19-18 

16-10 

16-62 

19-33 

16-26 

16-77 

41 

42 

19-65 

16-60 

17-04 

19-80 

16-66 

17-19 

42 

43 

20-12 

-16-89 

17-46 

20-27 

17-05 

17-61 

43 

44 

20-59 

17-28 

17-88 

20-74 

17-44 

18-04 

44 

45 

21-06 

17-68 

18-80 

21-21 

17-84 

18-46 

45 

46 

21-52 

18-07 

18-72 

23-69 

18-24 

18-89 

46 

47 

21-99 

18-46 

19-14 

22-16 

18-68 

• 19-32 

47 

48 

22-46 

18-86 

19-56 

22-63 

19-08 

19-74 

48 

49 

22-93 

19-26 

19-98 

123-10 

19-82 

20-17 

49 . 

50 

23-89 

19-64 

20-41 

23-57 

19-48 

• 

20-59 

50 


voi). n. 20 
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THE CHEMISTRY OF ESSENTIAL OILS 
Table II. (continued). 



C 





H*0. 


Ester 

Per f‘-ent. 

Per Ceut. 

Per (‘ent. 

Per Cent. 

Per Cent. 

Per Cent, j 

Ester 

Number. 

Acetate. 

Alcohol. 

Original Oil. 

Acetate. 

Alcohol 

Original Oil. j 

Numl»er. 

51 

23-86 

20-03 

20-83 

24-04 

20-22 

21-02 

51 

52 

24-33 

20-42 

21-20 

24-51 

20-02 

21-45 

52 

53 

24-80 

20-82 

21-68 

24-99 

21-01 

21-88 

63 

54 

25-26 

21-21 

22-11 

25-46 

21-41 

22-81 

54 

55 

25-73- 

21-60 

22*64 

25*93 

21-81 

22-74 

55 

56 

26-20 

22-00 

22-90 

20-40 

22-20 

2.3-17 

50 

57 

iiC’67 

22-39 

23-:39 

20-87 

22-00 

23-01 

67 

53 

27-14 

22-78 

23-82 

27-34 

23-00 

24-04 

58 : 

69 

27-61 

28-17 

24-25 

27-81 

23-.39 

24-47 

59 ; 

60 

28-07 

23-67 

24-68 

28-29 

23-79 

24-91 

60 

61 

28-54* 

23*96 

25-11 

28-76 

24-19 

25-34 

01 

62 

29-01 

24-35 

25-54 

29-23 

24-58 

25-77 

62 

63 

29*48 

24-75 

25-97 

29-70 

24-98 

20-21 

03 

64 

29-95 

25-14 

20-41 

;30-17 

25*38 

20-65 

64 

65 

80-41 

25-.53 

20-84 

30-04 

25-77 

27-09 

05 

m 

30-88 

25-93 

27-27 

.31-11 

20-17 

27-,53 

66 

67 

31-35 

26-.32 

27-71 

.31-.59 

26-57 

27-97 

67 

68 

31-81 

26-71 

28-14 

32-06 

26*90 

28-41 

68 I 

69 

32-28 

27-10 

28-5H 

32-53 

27-35 

28-85 

09 ! 

70 

32-75 

27-50 

29-02 

33-00 

27-75 

29-29 

70 1 
- . .1 

71 

33-22 

27-89 

29-40 

33-47 

28-15 

29 73 

1 

71 1 

72 

S3-<i9 

28-28 

29*90 

33*94 

28-64 

80-17 

72 

73 

34-15 

28-67 


34-41 

28*94 

.30-61 

73 1 

74 

34-62 

29-07 

30-78 

34-89 

29-.34 

31-00 

74 

75 

35-09 

29-46 

31-22 

35-30 

29-73 

31-50 

75 

76 

35-56 

29-85 

31-66 

35-83 

30-13 

31-95 

70 

77 

36-0:3 

30-25 

32-10 

36-30 

.30-53 

32-40 

77 

78 


30-61 

82-54 

.36-77 

30*92 

32-84 

78 

1 79 

:36-96 

31-03 

32-98 

37-24 

81-.31 

83-29 

79 

80 

37-43 

31-43 

33-43 

37-71 

31-71 

.33-74 

80 

81 

:37-90 

31-82 

:33-87 

38-19 

32-11 

34-19 

81 

82 

38-37 

32*21 

34*32 

38-66 

32-50 

34-64 

82 

i 83 

38-84 

.32-60 

34-77 

39-1.3 

.32-90 

,35-09 

83 

1 84 

BMil 


35-22 

39-00 

3.3-.30 

85-54 

84 

85 

.39-77 

83*39 

35-60 

40-07 

33*09 

35*99 

85 

86 

40-24 

33-78 

36-11 

40-54 

34-09 

80-44 

86 

! 87 

Hisn 

34-18 

;3C-.56 

41-01 

34-49 

E6-90 

87 

' 88 

41-17 

34-57 


41-49 

34-88 

37-.35 

88 

89 

41-64 

34-96 

37-40 

41-90 

35-28 

37-80 

89 

90 

42-11 

35*36 

.37-92 

42-43 

85-68 

38-26 - 

90 

91 

42-57 

*85-75 

38-37 

42-90 

.36-08 

.38-71 

91 

92 

43-04 

36-14 

38-82 

43-87 

30-47 

39-17 

92 

93 

43-51 

36-53 

.39-27 

43-84 

36-87 

• 89-63 

93 

94 

43-98 

30-92 

39-78 

44-31 

,37-20 

40-09 

94 

95 

44-45 

37-32 


44-79 

.37-66 

40-55 

95 

96 

44-92 

37-71 

^KI! LillH 

46-26 • 

38-05 

41-01 

90 

! -97 

45-39 

*.38-10 

41-10 

45-73 

88-45 

41-47 

97 

1 98. 

45-85 


41-55 

46-20 

38-85 

41-93 

98 

1 99 

46-32 

38-89 

42-01 . 

40-07 

89-24 

42-39 

99 

] 100 

1 

46-79 

39-29 

* 42-47 

47-14 

39*64 

42-80 

100 
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Table II. (continued). 



C 




.... c., 

H„0. 


Eater ■ 
NimiVHjT. 

Per Cent. 
AeetaU*. 

Per Cent 
AU'olioI. 

Per Cent. 
Alcohol ill the 
Origiunl Oil 

Per Cent. 
Acetate. 

Per Cent. 
Ale.ohol. 

Per Cent. 
Alenhol in the 
Ongiual Oil. 

Ester 

Nuniler. 

101 

47-26 

09-68 

42-93 

47-61 

40-04 

43-32 

101 

102 

47-72 

40-07 

43-39 

48-09 

40-43 

43-78 

102 

10 » 

48-19 

40-40 

43-85 

48-56 

40-83 

44-24 

103 

104 

48-66 

40-85 

44*32 

49-03 

41*23 

44^1 

104 

105 

49-10 

41-25 

44-78 

49-50 

41-63 

45-18 

105 

100 

49-.59 

41-64 

45-24 

49-97 

42-02 

45*66 

106 

107 

50-06 

42-04 

45-70 

50-44 

42-42 

40-12 

107 

108 

50-53 

42-43 

46-16 

50-91 

42-81 

40-59 

108 

109 

51-00 

42-82 

46-63 

51-39 

43-21 

47-00 

109 

r 

51-4G 

43-21 

47-10 

51-86 

43-01 

47-,53 

no 

111 

51-93 

43-60 

47-57 

52-33 

44-00 

48-00 

111 

112 

.52-40 

44-00 

48-04 

52*80 

44-40 

48-47 

112 

113 

52-87 

44-89 

48*50 

53-27 

44-80 

48-94 

113 

114 

53-,34 

44*78 

48-97 

53*74 

45*19 

49-42 

114 

11.5 

53-81 

4.5-17 

19-44 

54-21 

45-59 

49-89 

115 

lie 

,54-28 

45-57 

49-91 

54-69 

45-99 

50-36 

116 

117 

51-74 

45-90 

.50-39 

55-16 

46*38 

50-84 

117 

1 IIH 

55-21 

46*35 

.50-86 

.55-03 

40-78 

51-32 

118 

119 

55-GS 

46-74 

51-33 

.56-10 

47-18 

51-.80 

119 

. 120 

,56-14 

47-14 

.51-81 

51!-,57 

47-67 

62-28 

120 

121 

50-61 

47-.5H 

52-28 

.57-04 

47-97 

52-76 

121 

1 122 

57-08 

47*92 

52-76 

57-51 

48-36 

58-24 

122 

: 123 

57-,5,5 

48-82 

53-23 

57-99 

48-70 

53-72 

128 

i 124 

58-01 

48-71 

,53-71 

.58-46 

49-10 

.54-20 

124 

125 

58-48 

■19-10 

.54-18 

58-93 

49-55 

54-08 

125 

' 120 

,58-95 

49-.50 

51-60 

59-40 

49-95 

55-17 

126 

• 127 

59*42 

49-89 

55-14 

59-87 

50-85 

55-65 

127 

12 H 

. ,59-89 

.50-28 

55*62 

60-34 

50-74 

50-13 

128 

1 129 

60-36 

,50-(i7 

56-11 

60-81 

51-14 

.50-02 

129 

130 

60-82 

51-07 

,50-,59 

(51*28 

51-54 

.57-10 

130 

1 131 

61*29 

51-16 

57-07 

61-75 

,51-93 

57-59 

131 

! 132 

61-70 

51-85 

.57-.55 

62-22 

52-.33 

58-08 

132 

i 133 

62-23 

52-25 

58-03 

62-70 

52-73 

58-57 

133 

! 134 

62-70 

52-64 

58-52 

68-17 

53-12 

69-06 

134 

1 135 

63-16 

53-03 

,59-00 

68*64 

53-52 

.59-.55 

1,35 

1 1.31! 

03-03 

.58-42 

59-49 

04-11 

5.3-92 

00-04 

136 

1 137 

64-10 

58-82 

59-98 

64-59 

54-31 

00-53 

137 

i 138 

64-57 

54-21 

60-47 

65-06 

,54-71 

01-02 

138 

1 139 

C5-04 

54-60 

60-90 

65-.58 

55-11 

61-51 

139 

j HO 

05-60 

.55-00 

, 61-45 

06-00 

• 

5.5-.50 

02-01 

140 

141 

05-97 

,55-39 

61-94 

06-47 

55-90 

02-,50 

141 

142 

66-44 

55-78 

62-43 

66-94 

50-30 

63-00 

142 

143 

66-90 

56-18 

02-93 

07-41 

56-69 

03-50 

143 

144 

67-37 

50-57 

63-42 

07-89 

57-09 

64-00 

144 

• •145 

07-84 ■ 

.56-96 

63412 

08-qfl 

57-49 

64-,50 

145 

14G 

08-31 

57-35 

64-41 

68-83 

.57-88 

•65-00 

146 

147 

68-78 

.57-75 

04-91 

69-30 

58-28 

05-50 

147 

148 

09-25 

68-14 

. 65-40 

G9-77 

68-68 

66-00 

148 

149 

69-72 

58-53 . 

• 65-90 

70-24 

69W 

66-60 

149 

150 

. 70-18 

58-93 

66-40 

70-Xl 

59-46 

• ^ 

67-00 

15C 
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Table II. (continued). 





C„H„0. 

Ester 

Per Cent 

Per Cent 

Per Cent. 

1 

Per Cent 

Per Cent. 

Per Cent. 

Eater 

Number. 

Acetate. 

Aluohol. 

Original Oil. 

Aoe1»te. 

Alcohol. 

Original OU. 

Number. 

151 

70-65 

69-32 

66-90 

71-19 

69-86 

67-51 

151 

162 

71-12 

59-71 

67-40 

71-66 

60-26 

68-01 

162 

163 

71-68 

60-10 

67-90 

72-13 

60-65 

68-62 

158 

154 

72*06 

60-60 

68-40 

72-60 

6105 

69-02 

164 

165 

72-62 

60-89 

68-90 

73-07 

61-45 

69-53 

165 

166 

72-99 

61-28 

69-41 

73-54 

61-84 

70-04 

156 

157 

73-46 

61-68 

69-91 

7401 

62-24 

70-66 

167 

168 

73-92 

62-07 

70-42 

74-49 

62-64 

7106 

158 

169 

74-39 

62-46 

. 70-29 

74-96 

6303 

71-57 

169 

160 

74-86 

62-86 

71-43 

76*43 . 

1 

63-43 

7208 

160 

161 

76-33 

63-26 

71-93 

78-90 

63-83 

72-59 

161 

162 

75-80 

63-64 

72-44 

76-37 

64-22 

73-10 

162 

163 

76-26 

64-03 

72-95 

76-84 

64-62 

73-62 

163 

164 

76-73 

64-42 

73-46 

77-31 

65-02 

74-13 

104 

166 

77-20 

64-82 

73-97 

77-78 

65-41 

74-65 

165 

166 

77-67 

65-21 

74-49 

78-26 

65-81 

76-16 

166 

167 

78-14 

65-60 

75-00 

78-73 

66-21 

76-68 

167 

168 

78-60 

66-00 

75-52 

79-20 

66-60 

76-20 

168 1 

169 

79-07 

66-89 

76-03 

79-67 

67-00 

76-72 

169 

170 

79-54 

66-79 

76-65 

80-14 

67-39 

77-24 

170 

171 

80-01 

67-18 

77-06 

80-61 

67-79 

77-76 

171 

172 

80-48 

67-67 

77-68 

81-08 

68-19 

78-28 

172 

173 

80-94 

67-96 

78-10 

81-56 

68-58 

78-81 

173 

174 

81-41 

68-85 

78-62 

82-03 

68-98 

79-88 

174 

176 

81-88 

68-75 

79-14 

82-60 

69-38 

79-86 

176 

176 

82-36 

69-14 

79-66 

82-97 

69-77 

80-88 

176 

177 

82-81 

69-54 

80-18 

83-44 

70-17 

80-91 

177 

178 

83-28 

6!)-93 

80-70 

83-91 

70-57 

81-43 . 

178 

179 

83-76 

70-32 

81-23 

84-88 

70-96 

81-96 

179 

180 

84-21 

70-71 

81-75 

84-86 

71-36 

82-49 

180 

181 

84-68 

71-10 

82-28 

86-33 

71-76 

83-02 

181 

182 

85-15 

71-60 

82-80 

85-80 

72-16 

83-65 

182 

188 

86-62 

71-89 

83-33 

86-27 

72-56 

84-09 

188 

184 

86-09 

72-28 

83-86 

86-74 

72-96 

84-62 

164 

186 

86-56 

72-68 

84-39 

87-21 

73-84 

85-16 

165 

186 

87-03 

73-07 

84-92 

87-68 

73-74 

86-69 

186 

187 

87-49 

73-46 

85-45 

88-16 

74-14 

86-22 

187 

188 

87-96 

73-86 

86-98 

88-63 

74-63 

86-76 

188 

189 

88-43 

74-26 

86-51 

89-10 

74-98 

87-30 , 

189 

190 

88-89 

74-64 

87*06 

1 * 

89-57 

76-32 

87-84 

190 

191 

89-36 

7603 

87-58 

90-04 

76-72 

88-38 

191 

192 

89-83 

75-42 

88-12 

90-51 

76-12 

, 88-92 

192 

198 

1 90-30 

76-82 

88-65 

90-98 

76-51 

89-46 

193 

194 

' 90-77 

76-21 

89-19 

91-46 

76-91 

9009 

194 

195 

91-24 

76-60 

89-73 

91-93 

77-81 

90-64 

195 ‘ 

. 196 

91-70 

• 77-00 

90-2^ 

92-40 

77-70 

91-09 

196 

197 

92-17 

77-39 

90-81 

92-87 

78-10 

91-64 

197 

19b 

92-64 

77-78 

91-36 . 

93-34 

78-60 

92-18 

198 

199 

93-11 

78-17 

91-89 

93-81 

78-89 

92-78 

199 

200 

93-57 

78-67 

92-4^1 

94-28 

79-29 

93-28 

200 
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Table II. {continued). 



C 

15^84^' 


C„H„0. 

GsEer 

Per Cent. 

Per Cent 

INjr Cent 

Per Cent. 

Per Cent. 

Per Cent. 

Ester 

JJumber. 

Xcetate. 

Alcohol. 

Original Oil. 

Acetate., 

Alcohol. 

Original Oil. 

Number. 

201 

94-04 

78-96 

92-98 

94-76 

79-68 

98-88 

201 

202 

94-51 

79-35 

93-53 

95-28 

80-08 

94-88 

202 

203 

94-98 

79-75 



Kiza 

94-93 

203 

204 

96-44 

80-14 

94-62 

96-17 

80-87 

95-48 

204 

205 

96-91 

80-58 

95-17 

96-64 

81-26 

96-03 

205 

206 

96-38 

80-92 

95-72 

97-11 

81-66 

96-59 

200 

207 

96-85 

81-32 

96-27 

97-58 


97-14- 

207 

208 

97-32 

81-71 

96-82 

98-05 

82-45 


208 

209 

97-79 

82-10 

97-37 

98-52 

82-85 

98-25 

kh 

210 

98-25 

82-50 

97-92 

99-00 

83-25 

98*81 

210 

211 

98-72 

82-89 

98-48 

99-47 

83-64 

99-37 

211 

212 

99-19 

83-28 

99-03 

99*94 

84-04 

99-93 

212 

213 

99-66 

83-67 

99-59 

100-41 

84-44 


213 

211 

100-12 

84-07 

100-14 




214 


Table III.— Gekanyl tiglinate; C^H^COaCioHi,. 



1 

Per Cent. | 

Eater. 

II 

r Cent j 
Ester. 

u y 

.O 

11 

r Cent. 
Ester. 

I. » 

» s 

% ►-* 

Ester 

umber. 

S 

W’B 

few 





Oh 


cu 


£ 

1 

0-42 

21 

8-85 

41 

17-28 

61 

25-71 

81 

34-13 

2 

0-84 

22 

9-27 

42 

17-70 

62 

26-18 

82 

34-65 

3 

1-26 

23 

9-69 

43 

18-12 

6 B 

26-55 

83 

34-98 

4 

1-69 

24 

10-11 

44 

18-64 

64 

26-97 

84 

35-40 

5 

2-11 

25 

10-54 

45 

18-96 

65 

27-39 

85 

,35-82 

6 

2-53 

26 

10-96 

46 

19-38 

66 

27-81 

86 

86-24 

7 

2-95 

27 

11-38 

47 

19-80 

67 

28-28 

87 

36-66 1 

8 

3-37 

28 

11-80 

48 

20-23 

68 

28*65 

88 

87-09 1 

9 

3-79 

29 

12-22 

49 

20-65 

69 

29-08 

89 

37-51 ! 

10 

4-21 

.30 

12-04 

50 

21-07 

70 

29-50 

90 

87-93 

11 

4-63 

31 

13-06 

51 

21-49 

71 

29-92 

91 

38-85 

12 

5-05 

32 

13-49 

52 

21-91 

72 

30-84 

92 

38-77 

13 

6-47 

33 

13-91 

53 

22-33 

73 

30-76 

93 

89-19 

14 

5-90 

34 

14-33 

54 

22-76 

74 

31-18 

94 

39-62 

IS 

6-32 

35 

14-75 

55 

23-18 

76 

31-61 

95 

40-04 

16 

6-74 

36 

16-17 

56 

23-60 

76 

32-03 

96 

40-48 

17 

. 7-16 

37 

15-59 

67 

24-02 

77 

32-46 

97 

40-88 

18 

7-58 

38 

10-01 

58 

24-44 

78 

82-87 

98 

41-30 

19 

8-01 

39 

16-44 

50 

24-87 

79 

83-29 

99 

41-72 

20 

8-48 

40 

16-86 

60 

25-29 

80 

33-71 

100 

42-14 


The importance of strictly adhering to the conditions above set out 
in the acetylation process iias been emphasised by several analysts. 
According to Durians ‘ the anhydrous’ sodium acetate acts rather as a 


'P.andEX).p^im,l^9- 
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dehydrating agent than a catalytic agent, since increasing the proportion 
results in higher values for the alcohol percentage. This was confirmed 
by Umney and Bennett,' who showed that with pure geraniol 109 per 
cent, was indicated when the proportion of anhydrous sodium acetate 
was increased to 5 grams, whilst with 2 grams the theoretical percentage' 
was obtained. 

Sepaiiate Determination ok Citkonellol in Presence of 
Geraniol. 

Several methods have been proposed for the separation of geraniol 
and citronellol which occur together in otto of rose and in rose-geranium 
oils. On treating the mixture with jjhosphoiois tiichloride in ethereal 
solution, geraniol is partly converted into hydrocarbons and partly iutO’ 
geranyl chloride, whilst citronellol is converted into a chlorinated acid 
ester of phosphoi’ous acid which is soluble in alkalis and can thus be 
separated. (By heating a mixture of geraniol and citronellol with phthalic 
anhydride to 200° the geraniol is destroyed and the citronellol converted 
into a phthalic acid ester, the sodium salt of which is soluble in water 
and can be saponified by alcoholic potash. Geraniol can also lie de¬ 
stroyed by heating with benzoyl chloride to 140” to 100”. 

The only practical method which a])pears to give good results depends- 
on the fact that when a mixture of geraniol and citronellol are heated 
with strong formic acid (1(K) jxir cent.) the geraniol is decomposed and 
the citronellol is converted into citronellyl formate. The estimation is 
best carried out as follows;— 

To 10 c.c. of the oil (otto of rose or rose-geranium oil) 10 c.c. of formic 
acid 100 per cent (specific gravity 1'22) is added, and the mixture gently 
boiled under a reflux condenser for one hour. The mixture is cooled, 
100 c.c. of water added, and the whole transferred to a separator. The 
aqueous layer is rejected, and the oil washed with successive quantities of 
water as in the acetylation process. The fonnylated oil is dried with 
anhydrous sodium sulphate, and about 2 grams neutralised and saponi- 
■fied with alcoholic potash in the usual manner. The percentage of 
citronellol is then calculated from the following formula:— 

XX 15'6 

citronellol percentage = a;(0'028)’ 

where x = the number of c.cs. of normal potash absorbed and W = the 
weight of formylated oil taken. 

Citronellal and geraniol occur together in citronella oils, and several 
methods have been proposed for the estimation of these two constituents. 
The results arc only approximate in each case. These are as follows;— 

1. Phenylhydrazine method of Kleber. 

2. Oximation method of Dupont and Labaune. 

3. Sulphite—Bisulphite method'of Boulez. 

The Phenylhydrazine method is carried out as follows:— 

One gram of Ceylon citronella oil or 0’5 grams of Java citronella oil 
is mixed with 10 c.c. of a freshly prepared 2 per cent, alcoholic solution 
of redistilled phenylhydrazine and allowed Ip stand for one to one and a-’, 
half houra in a flask of about 50 d.c. capacity closed with a glass stopper. 

' P. atul E.q.R., 1912, 250. 
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Twelity c.c. of deeinormal hydrochloric acid is then added, thoroughly 
mixed, 10 c.c. of benzene is then added, and the mixture allowed to stand 
in a separator after being well shaken. The acid layer which measures 
30 c.c. is filtered through a small filter and 20 c.c. of the filtrate is titrated 
with deeinormal alcoholic potash, using ethyl orange as indicator. The 
amount required for the whole 30 c.c. of filtrate is then calculated, and 
the quantity deducted from the amount required in a blank experiment 
without the oil. Each c.c. of deeinormal potash shown by the difference 
in titration represents 0'0154 grams citronellal. The results obtained 
vary somewhat according to the excess of phenylhydrazine absorbed and 
according to the time allowed for the reaction. 

The Ojeimation process depends on the fact that citronerial oxime, pro¬ 
duced by shaking in the cold with a solution of hydroxylamiue, is con¬ 
verted on heating with acetic anhydride into a nitrile which is not affected 
by saponification with alcoholic potash. The difference lietween the 
molecular weight of the nitrile formed and that of citronellal is so small 
as to be negligible, and the calculation of the percentage of geraniol from 
the saponification value is made by the usual formula. The method of 
procedure is as follows : - 

Ten grams of hydroxylamiue hydrochloride are dissolved in 25 c.c. of 
water; 10 grains of carlionate of potash, separately dissolved in 25 c.c. of 
water, are then added and the mixture filtered. With this solution 10 
gi-ams of the oil are thoroughl) shaken for two hours at 15° to 18" C. The 
oil is then separated, dried with anhydrous sodium sulphate, and acetyl- 
ated with twice its volume of acetic anhydride and one fifth of its weight 
of anhydrous sodium acetate foi- two hours under a reflux condenser. 
The oil is W'ashed, dried, and neutralised, and a weighed quantity (about 
2 grams) saponified with alcoholic potash in the usual manner. 

A .lava oil which showed 83 per cent, of total acotylisable constituents 
gave 43 per cent, of geraniol and 40 per cent, of citronellal, whilst a 
Ceylon oil containing 00'2 per cent, of total acotylisable constituents was 
found to contain 43 per cent, of geraniol. 

The Sulphite-Bisvlphite method devised by Boulez is conducted as. 
follows:— 

25 or 50 grams of the oil are shaken in an Erlenmcyer flask with 100 
or 200 grams of solution of bisulphite of soda, saturated with neutral 
sodium sulphite, and allowed to stand for two to three hours with oc¬ 
casional agitation. 100 to 200 grams of water are then added and the 
mixture heated for several hours under a reflux condenser, with frequent 
shaking until a clear oily layer is obtained on standing. The mixture is 
transferred to a separator and the oil separated and measured. The loss 
is taken to represent the amount of aldehyde, but the separated bisulphite 
solution retains a small quantity of oil which can be extracted with ether.* 
The geraniol content is determined in the residual oil by acetylation. The 
results obtained by this method compare favourably with those obtained 
by the oximation process. * 

Detkkmination ok Aldehydes and Ketones. 

■* These two classes of bodies are sompwhat closely related in chemical 
constitution, and similar processes are therefore available for their estima- 

■ > P. am! 1912, 384. 
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tiion. Both contain the oarhonyl group, ^CO, owing to the presence of 


which they are capable of forming various addition and condensation 
products with certain inorganic and organic reagents, as, for example,* 
sodium bisulphite or sulphite, hydroxylamine, phenylhydrazine, and its 
nitro-derivative, p-nitrophenylhydrazine, cyanacetic acid, hydrocyanic 
acid, and semioxamazide. Some of these compounds are soluble in 
water, and thus allow of the separation of the aldehydes or ketones from 
the other insoluble constituents of the essential oils; others, on the other 
hand, are cmtalline, and can be separated by filtration from the rest of 
the oil; while in the remaining cases, the reagent is added in excess, and 
the quantity absorbed by the aldehyde or ketone determined. 

The processes depending on the use of sodium bisulphite or sulphite, 
and in which the aldehyde or ketone compounds dissolve in the solution 
of the reagent, ai'e known as absorption processes, and are those most 
commonly employed for oils containing a high proportion of aldehydes 
and ketones, the use of sodium bisulphite being probably still tbe method 
most usually adopted for aldehydes, though the use of neutral sodium 
sulphite is the official process in the British IViarmacopceia of 1914, and 
is also that most suitable for the estimation of ketones. 

Bisiclphite Method .—This is based on the general reaction 


E. CHO + NaHSOj 


E.CH^ 


OH 

SOjNa 


and many variations have been proposed for carrying it out, some favour¬ 
ing the addition of acid, such as acetic, others the use of alkali, such as 
scdium carbonate. The process, as now ordinarily employed, is carried 
out as follows;— 

From 5 to 10 c.c. of the oil are measured carefully into a flask capable 
of holding about 150 to 200 c.c., having a long narrow neck graduated 
into 1/10 c.c. About an equal volume of a hot nearly saturated solution 
(35'per cent.) of sodium bisulphite is added, the whole well shaken for a 
few minutes, and then introduced into a boiling water-bath. Successive 
smalt quantities of the bisulphite solution are gradually added with 
vigorous shaking, until the flask is nearly full, and the flask kept in the 
boiling water-bath until the solid compound at first produced is com¬ 
pletely dissolved, and the oily layer of- unabsorbed residue rises to the 
surfoce. More bisulphite solution is then run in until the unabsorbed 
oil rises in the graduated neck of the flask, when its volume is read, after 
cooling. Two precautions must here be taken. Firstly, the temperature 
at which the oil is measured originally, and that at which the unabsorbed 
residue is measured, must be identical. Secondly, it must be remembered 
that the measurements only give the volume percentages, hence to de¬ 
termine the perqpntage by weight* it is necessary to know the specific, 
gravity of the oil and of the nou-absorbable residue. Of course the latter 
can be separated and weighed, but the advantages of tips are more than 
counterbalanced by the loss in weight experienced whilst removingf the 
last traces of water. 

>It is advisab^, generally speaking, to take about an hour over the' 
addition of the bisulphite solution, and heating in a water-bath, but in’the 
case cf cassia oils containing much, resinous matter it is sometimes neces- 
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sar^ to prolong the heating in boiling water for three or four hours before 
the unabsorbed oil separates as a clear oil on the top of the solution. 

This method gives good results for the estimation of cinnamic alde¬ 
hyde in cassia and cinnamon bark oUs, citral in lemon-grass oil, benz- 
aldehyde in bitter almond oil, citronellal in eucalyptus citriodora oil, and 
anisic aldehyde in aubepine or crategine. It has, however, the disad¬ 
vantages that it takes not less than one hour, and there is no definite 
indication when all the aldehyde has been completely absorbed, as there 
is with the Neutral Sulphite process. 

This is based on an observation of Tiemann's that when citral is 
shaken with a neuti-al solution of sodium sulphite, a compound with the 
citral is produced, with simultaneous liberation of sodium hydroxide. 
The reaction which takes place has not been absolutely established. 
Tiemann considered that it proceeded according to the equation— 
C,H,,,CHO + SNaaSOj + 2HjO = CsHi^NaSO,).,. CHO + 2NaOH 
in which case reaction would only occur with unsaturated aldehydes or 
ketones, but Sadtler,i as the result of an investigation of a large number 
of aldehydes and ketones was at fir^t led to conclude that the reaction 
was a general one for saturated and unsaturated aldehydes of both the 
aliphatic and aromatic series, and tliat it should be represented by the 
following equations for aldehydes and ketones respectively:— 

E . CHO -t- 2 Na„S 03 + 2HjO = E . CH: (NaSOj) -I- 2NaOH -f Hp. 
E. GO . E'. + 2 Nap 03 + 2HaO = EE'. C: (NaSOj) + 2NaOH + Hp, 
though with ketones the reaction was not so general, carvone and 
pulegone readily entering into combination with the sodium sulphite, 
whereas thujone did not do so. Based on the above equations, the 
amount of alkali liberated is proportional to the quantity of aldehyde or 
ketone entering into reaction, and Sadtler^ proposed this as a method for 
determining the percentage of these substances in an essential oil, titrat¬ 
ing the liberated alkali with semi-normal hydrochloric acid, and using 
rosolic acid as indicator. Unfortunately the end point of this reaction is 
not very definite, and Sadtler, moreover, as the result of fuller invest!; 
gatiorf of the subject,* found the reaction was neither so general nor so 
definite for aldehydes and ketones as was at first supposed. Whilst citral, 
cinnamic aldehyde, carvone, and pulegone combine with tw'O molecules 
of sodium sulphite, benzaldehyde and vanillin are found to react with 
only one molecule, the reaction with benzaldehyde being represented by 
the equation— 

.OH 

C,.HPH0 + Na.,SO- -I- Hp = C„HpH< -t- NaOH. 

\sO 3 Na 

Besides thujone, citronellal, camphor, menthone, and fenchone did 
not retJot with the sodium-sulphite at all. 

Sadtler concluded finally that double bonds seem to aid in bringing 
about reaction when close to the . CHO group, e.g. citi-al, cinnamic alde¬ 
hyde, and that j)roximity of the benzene nucleus to the . CHO group, as 
in the case of benzaldehyde and vanillin, was also probably a factor, 
while the only active ketones were those containing double bonds near to 
the. CO group. * • . * > - u 

' The aldehyde and ketone compounds formed with the sodium sulphite 


* Amer. J. VhantC, 1904. 8i, and four. Soc. CJwm. Ind., 1904, 803. 
^Loe. eit. Atner. Client. Soe., 1906, 1826. 
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are readily soluble in water, and H. E. Burgess ’ makes use of this fact 
to employ the reaction as the basis for an absorption process, a measured 
quantity of the oil being heated with a neutral solution of sodium sulphite, 
and the reduction in volume due to the solution of the aldehyde or ketone 
compound, indicating the proportion of aldehyde or ketone present in the 
oil. The alkali liberated as the result of the reaction must be neutralised 
as fast as produced, and the absence of any further production of alkali 
serves to denote the completion of the process. The estimation as de¬ 
vised by Burgess is carried out as follows;— 

Five c.c. of the oil are introduced into a 200 c.c. flask having a neck 
graduated to 5 c.c. in I/IO of a c.c., with a side tubulus reaching to the 
bottom of the flask for introducing the oil, reagents, and water. To the 
measured oil is added a saturated solution of neutral sulphite of soda and 
two drops of ordinary phenolphthalein solution; it is then placed in a 
water-bath and thoroughly shaken, when a red colour is quickly produced. 
It is carefully neutralised with 1 to 10 solution of acetic acid until, after 
the addition of,, a few drops of acid, no further colour is produced. The 
oil is then run up into the graduated neck, and when cold carefully read. 
The dilTerence between 5 c.c. and the reading will give the amount of oil 
absorbed, and this multiplied by 20 the percentage of aldehyde or ketone. 
It will bo noticed that .Burgess i-ecommeuds a special and rather more 
complicated absorption flask than that used in the bisulphite process, but 
this is not necessaiy, and offei's no advantage over the ordinary absoip- 
tion flask already described (p. 312). 

Burgess has applied this process to many aldehydes and ketones, and 
linds it to give good results with anisic aldehyde, benzaldehyde, cinnamic 
aldehyde, citi-al, caiTone, pulegone, and the oils of bitter almonds, cara¬ 
way, cassia, cinnamon, cumin, dill, lemon-grass, pennyroyal, and spear¬ 
mint. Contrary to Sadtler, citronellal is found to react, but it forms a 
milky solution, and at first is very bothy, so that care is necessary to 
prevent loss. The reaction takes considerable time and heating for com¬ 
pletion, but good results were obtained. Cumic aldehyde at first foi'ms a 
solid compound, but this goes into solution on heating with addition of 
acetic acid Litmus is a better indicator than phenolphthalein hi the 
case of this aldehyde, and should also be used for the oils of cumin and 
pennyroyal. Considei-able time and heating are required to complete 
the reaction w’itb nonyl and decyl aldehydes, but satisfacton’ result may 
be obtained. 

Mention has already been made of the fact that thujone and fenchono 
do not react with sodium sulj)hite; consequently the method is useless 
for tansy, thuja, wormseed, and fennel oils. 

The determination of citral in lemon-grass oil by the neutral sulphite 
_ absorption process gives results some 4 per cent, lower than those obtained 
'by the bisulphite method, but the latter is that usually adopted in com¬ 
merce, though, as already stated, the former is official in the new British 
BhartiMcopceia. ’ 

Iiabb4^ recommends a slight modification of the above process, by 
which he claims that the separation of crystals at the jhnetion between 
the unabsorbed oil and the sulphite liquor is prevented, and greater 
accuracy in reading off the percenj»ge therefere attained. He employs a 
stoppered bulb, prolonged at the tottom into a graduated cylindrical 

clos^-tube, and into this are introduced 6 c.c. of the oil, together with 

« ' 

' Analyst, 1904, 78. * Joum. dt la Parf.'Ffancaise, 1913, 87. 
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about 60 c.c. of a cold saturated solution of sodium bicarbonate and 
neutral sodium sulphite. After shaking vigorously for half a minute, the 
apparatus is almost filled with the sulphite solution, the whole again 
shaken for a few minutes, and the apparatus inverted when the unab¬ 
sorbed oil rises bleanly into the graduated tube, and its volume may be 
read off. 

In all the foregoing cases, the percentage of aldehyde or ketone is so 
high that the estimation by the above processes can be sufficiently ac¬ 
curately carried out on the original oil. With such oils as lemon, orange, 
hand-pressed lime, and citron or cedrat, however, the proportion of 
aldehydes is so small that it is not possible to satisfactorily determine it 
directly on the oil itself by absorption processes, and a preliminary con¬ 
centration of the aldehydes in the oils by carefully fractionating out the 
hydrocarbons in room has therefore been proposed by Burgess and Lhild 
who recommend the operation to be carried out as follows:— 

One hundred c.c. of the oil to be examined are put into a distilling 
flask having three bulbs blown in the neck, and fitted with cork and 
thermometer. This is connected to a condenser with a suitable receiver, 
having two vessels graduated at 10 c.c. and 80 c.c. respectively. A 
Bruhl’s apparatus answers the purpose very well. The whole is ex¬ 
hausted, and a pressiire of irot more than 15 mm. should he obtained. 
The flask is now gently heated by means of an oil-hath, and 10 c.c. 
distilled into the first tube. The next vessel is then put into position and 
the distillation coutiiiueil until 80 c.c. have distilled over. The pressure 
is now relieved, and the residual oil in the flask distilled over with steam, 
when the teipeneless oil, or aldehydes and other oxygenated constituents 
are obtained. The volume of this fraction is carefidly noted, and the 
optical rotations and refractive indices of all three fractions determined, 
after which th(‘ proportion of aldehyde is estimated on a known volume 
of the third fractioi\ by either the bisulphite or the neutral sulphite 
method described above. For exanijde, su))posing 7 c.c. of oil were 
obtained for the thiixl fraction of a .sample of lemon oil, and that of the 
5 C.C., 2-1 c.c. were absorbed in the aldehyde determination, the percentage^. 


of citral in the original lemon oil would 


be 


2-1 X 20 X 7 
100 


2-9 per cent. 


By this process lemon oils are found to contain some 2'5 to 3 jx’r cent, 
aldehydes, hand-pressed lime oil 8 per cent., citron or cedrat oil 4 per 
cent., and orange oil 0-75 to 1 per cent., but more recent work has shown 
that these results are somewhat too low, due probably in part to some 
of the aldehydes distilling over with the terpenes, and for oils containing 
only a small percentage of aldehydes, a volumetric method, such as the 
lii/droxyUimine process, as modified by A. H. Bennett* is much to be 
preferred, as being both simpler and more rapid to cany out, and also 
more accurate. 

For the estimation of benzaldehyfle. Kipper propQsed a volumetric 
modification of the bisulphite process, the aldehyde being shaken with 
a measured volume of a standard solution of bisulphite, and the excess 
of bisulphite titrated back with iodine solution at a low temperature. 
J-^odge ^ found this give fairly accurate results, and i*ecommends the 
following method of carryin{5 out the determination. ^ About 0‘15 gram 

‘ Analyst, 1909, 14. = Monats. f. Clum., 1900,1070. 

*I«t. Confess nf Applied iilieni., 191^ xvii. 15. 
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bitter almond oil is weighed into a flask containing exactly 25 c.c. N/5 
bisulphite solution, and the mixture gently shaken. The flask is then 
closed, immersed in an ice-bath for one and a half to two hours, and the 
cold solution titrated with N/10 iodine solution, using starch as indicator. 

A blank test is made in a similar manner, and from thd bisulphite used ‘ 
up, the benzaldehyde may be calculated, 1 c.c. N/10 iodine solution being 
equivalent to 0’(K)53 gram benzaldehyde. Peinberg* also finds this 
method very suitable for the estimation of benzaldehyde. 

Hydroxylamine MetM .—The use of hydroxylamine for the estimation 
of citral in lemon oil was first proposed by J. Walther^ who dissolved 
the oil in alcohol, and boiled the solution under a reflux condenser, with 
excess of a 5 ’per cent, solution of hydroxylamine hydrochloride, the 
hydroxylamine being liberated from the hydrochloride by addition of 0‘5 
to 1 gram of sodium bicarbonate. The resulting evolution of carbon 
dioxide has been found, however, to carry off hydroxylamine with it, the 
error thus produced varying with the time and rate of boiling and other 
conditions, while a further objection to the process is that oils containing 
different percentages of aldehydes and ketones require different treatment 
with regard to the quantity of hydroxylamine and bicarbonate of soda 
neoessai’y, and no definite instructions for its use, which will apply to all 
oils, can therefore be given. 

The reaction is a general one for aldehydes and ketones, aldoximes 
and ketoximes respectively being produced, according to the equations;— 

B. CHO + H,NOH = BCH. NOH + H.O 
BB'. CO + H^NOH = BB'C. NOH + H,p 

and the following are some results which have been obtained with 
various aldehydes and carvone under different conditions as to quantities 
of hydroxylamine and sodium bicarbonate, and as to time.of boiling:— 
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As regards the use of hydroxylamine for the estimation of ketones, it waA 
recommended by'^Kremers in 1901 ® for the estimation of carvone in 


• Ini. Ciiugrett of Applied Chem., i. 187,. ^Pltarm. Centralb., 40, 1899, 621. 

^Jotlm. Soc. Chsm. Ind,, 1901, 16i 
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spearmint oil, the ketoxime being formed by treating the oil with 
hydroxylamine, and the remainder of the oil removed by steam distilla¬ 
tion, the crystalline ketoxime which is left being separated, dried, and 
weighed. 

B. K. Nelson ‘ has applied a slight modification of Walther’s process, 
especially to the determination of ketones. He heats from 1 to 2 grams 
in a water-bath under a reflux condenser, with 35 c.c. of a hydroxylamine 
solution, prepared by dissolving 20 grams hydroxylamine hydrochloride 
in 30 c.c. water and adding 125 c.c. alcohol free from aldehyde, and 2 
grams sodium bicarbonate. The mixture is cooled, rendered acid by 
addition of 6 c.c. concentrated hydrochloric acid through* the condenser, 
and the whole diluted to 500 c.c. with water. The solution is then 
filtered and an aliquot part neutralised with N/2 NaOH solution to methyl 
orange, and finally the excess of hydroxylamine titrated with N/10 NaOH 
to phenolphthalein. This method is found to give fairly accurate results 
for the estimation of caiwonc in spearmint, thujone in tansy and worm¬ 
wood oils, pulegone in pennyroyal oil, and camphor in rosemary oil, but 
proved less satisfactory for the estimation of fenchone. 

The process has been much improved by A. H. Bennett who sub¬ 
stitutes N/2 alcoholic potash for sodium bicarbonate in order to lilxji-ate 
the hydroxylamine, and this modification is now adopted in the British 
Pharmacopoeia as the official method for the estimation of citral in lemon 
oil, and is also the process in general use in this country for the purpose. 
It is carried out by taking 20 c.c. of oil, adding 20 c.c. of N/2 alcoholic 
hydroxylamine hydrochloride solution (in 80 per cent, alcohol), and 8 c.c. 
of N/1 alcoholic potash, together with 20 c.c. strong alcohol, and gently 
boiling the mixture, under a reflux condenser for half an hour, ^ter 
which it is cooled, the condenser carefully washed down with distilled 
water, and the whole diluted with distilled water to about 250 c.c., the 
undeeomposed hydroxylamine hydrochloride being then neutralised to 
phenolphthalein with N/2 alcoholic potash, and the hydroxylamine re¬ 
maining unabsorbed by the aldehyde then titrated with N/2 sulphuric 
acid, using methyl orange as indicator. A blank test is made in exactly 
the same manner, omitting only the oil, and the difference between the 
number of c.c. of N/2 acid required in the two eases in the final titration 
represents the number of c.cs, of N/2 acid which will neutralise the 
hydroxylamine absorbed by tbe aldehj'de or ketone, and this, in the case 
of lemon oil, multiplied by 0'076 gives the grams of citral in 20 c.c. ot 
the oil, and from a knowledge of the specific gravity of the oil, the per¬ 
centage of citral by weight can thence be readily calculated. The process 
gives slightly too low' results, some 5 to 10 per cent, below the true 
aldehyde content, but in the case of oils containing only a comparatively 
small quantity of aldehyde or ketone, as with lemon or lime oil, this is' 
unimportant, and concordant results by different observers are readily 
obtained.^ In the case ot oils containing a large proportion of aldehyde 
or ketone, however, the error would be of considerable importance, and 
the process is therefore not suitable in such oases. 

Phenylhydrazine Methods .—In addition to the general reaction between 
• almost all aldehydes and ^etones and hydroxylamine, there is another 
eqpally characfceristic reaction between *bofh these classes of compounds* 


> J. Ind. Ctuim., 1911, 688. , 

• • “ 1’. and E.OM., 1913, 269. 


*Loe. cit. 
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and phenylhydrassino, the condensation products formed being usually 
crystalline, and sparingly soluble compounds, termed phenylhydrazones, 
or simply hydrazones. The reactions taking place may be represented 
by the following equations :— 

C,.H5CH0 + C^H^NH. NH 2 = CeH,CH; N . NH . C„H,,. 

Benzaldehyde. PhonyUiydrarine. 

CHj. . CO + C„HjNH. NH^ = CH 3 . C^H,,,. C : N . NH. C„H,,. 

Methyl nonyi ketone. Piienylhydrazine, 

Several processes for the estimation of aldehydes and ketones have 
been based on. these reactions, some depending on the separation and 
weighing of the insoluble hydrazone, others on treatment of the substance 
with an excess of phenylhydrazine, and estimation of the unused reagent. 

Among the earliest to suggest this method for the estimation of 
aldehydes and ketones were Bonedikt and Strache,* who treated the 
aldehyde or ketone with an excess of phenylhydrazine, filtered off the 
hydrazone produced, and oxidised the uncombined phenylhydrazine with 
Fehling’s solution, measuring the nitrogen thereby evolved. The process, 
which really measures the —CO contained by the bodies, has been slightly 
modified by Watson Smith, juniorwho uses a current of carbon dioxide 
instead of steam tor diiving off the nitrogen. Bach c.c. of nitrogen coi- 
responds to 1'252 mgs. —CO, and the process gives goo<l results with 
benzaldehyde, cuminic aldehyde, and methyl nonyi ketone (rue oil), but 
with other aldehydes is unsatisfactory. 

F. B. Bother has proposed to estimate the excess of phenylbydiuzine 
by adding to it an excess of standard N/10 iodine solution and titrating 
back with N/10 thiosulphate solution, O’l gram phenylhydrazine cor¬ 
responding to 37 c.c. N/IO iodine solution. From 0’5 to 1 gram of oil 
(or in the case of lemon oil, 10 grams) is dissolved in a 2.50 c.c. flask in 
about 30 c.c. alcohol, and enough of a 1 per cent, phenylhydrazine solu¬ 
tion added to give 1 molecule foi' each molecule of aldehyde. The mixture 
ie well shaken, and allowed to stand for fifteen hours in the dark with 
Occasional shaking. It is then diluted with water and filtered through a 
plaited paper into a litre flask containing about 500 c.c. water and 10 to 
20 c.c. N/10 iodine solution. The filter is well washed with water, and 
the filtrate titrated back with N/10 thiosulphate solution, using starch as 
indicator. The method gives good results with oils rich in aldehydes, 
but for lemon oil is not nearly so accurate as the Kleber modification 
described below'. 

The gravimetric method which is specially suitable for the determina¬ 
tion of small quantities of benzaldehyde is recommended both by H^rissey,* 
Denis, and Dunlrar.'' The former adds 1 c.c. freshly-distilled phenyl- 
■ hydrazine and 0’5 c.c. glacial acetic acid to so much of the benzaldehyde 
as will yield O'l to 0'2 gram hydrazone, heats for twenty to thirty inmutes 
in a boiling water-lyath, and after twefive hours, filters on a Gooch crucible, 
washes with 20 c.c. water, and dries in the vacuum desiccator. Denis and 
Dunbar, whose process is suggested for the examination of extracts of 
almonds, mix 10 c.c. of the extract with 10 to 15 c.c. of a freshly prepared 
10 per cent, phenylhydrazine solution, shake thoroughly, and allow to. 
stand in dark for ^welve hours, at the end ol which 200 c.c. cold water 

J Manats, f. Chem., 1893 273. a Chem. Nms, 1906, 88. 

a Journ. ae- 1‘harm. el Clwm., 1906, 60. 

' Jown. Ind. and Enj. Cltem:, 1^, 2 S 6 . 
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are added, and the mixture filtered through a Gooch crucible. The pre¬ 
cipitate is washed first with cold water and afterwards with 10 c.c. of 10 
per cent, alcohol, dried for three hours in vacuo at 70° to 80° 0., and 
weighed. The weight obtained multiplied by 5'408 gives gnims benz- 
aldehyde in 100 c.c. of the solution. 

The most important application of the phenyl hydrazine reaction to 
essential oil analysis is the process devised by Kleber for the determina¬ 
tion of citral in lemon oil* in which the excess of phenyl hydrazine is 
titrated with standard acid to diethyl orange as indicator. Kleber re¬ 
commends the process to be canied out as follows: Alwiit 10 grams 
lemon oil are accurately weighed into a flask, 20 c.c. of freshly prepared 
5 per cent, alcoholic phenylhydrazine solution added, the flask closed, 
and allowed to stand alrout thirty niiuntes, after which sufticient N/2 
hydi’ochloric acid is added to exactly neutralise the ])henylhydrazine 
solution, this quantity being jneviously determined by a blank test with 
the phenylhydiuziue only. The neutralised mixture is transferred to a 
sejmrator, the flask being rinsed with 20 c.c. water, and thfe whole vigor¬ 
ously shaken, when on standing two layers separate, the lower one of 
which is drawn oil into a flask, the residue in the separator washed with 
5 c.c. water, and the washing added to the liquor jtreviously withdrawn, 
this being then titrated with N/2 soda, using diethyl orange as indicator, 
and titrating to a brownish tint which precedes the pink coloration. 
Each c.c. of N/2 soda required corresponds to 0'076 gram citral. Kleber 
found this process satisfactory for the estimation of citral in lemon oil 
and cilronellal in citi'onella oils, and considered it capable of general 
application for the estimation of aldehydes and ketones. The accuracy 
of the method for the examination of lemon oil has been confirmed by 
several American chemists, and also by Schimmel,** who recommend the 
following modification : About 2 c.c. of lemon oil are accurately weighed 
into a bO c.c. glass-stoppered bottle, mixed with 10 c.c. of a freshly pre¬ 
pared 2 ])er cent, phenylhydrazine solution, and allowed to stand for one 
hour; 20 c.c. N/10 llCl are then added, together with 10 c.c. benzene,* 
the mixture thoroughly shaken, and transferred to a sepirating funnel. ' 
After standing, an acid layer amounting to about 30 c.c. separates to the 
bottom. This is filtered off, and 20 c.c. of the filtrate titrated with N/10 
K(1H, using 10 drops of a 1 in 2000 diethyl orange solution, as indicator, 
and adding potash until a distinct yellow colour appears. A blank test 
without oil is made in a similar manner, and from the difference in the 
amount of potash required by the two tests, the quantity of citral in the 
oil can be (avlculated. The phenylhydrazine solution rapidly deteriorates 
and should be prepared fresh each time; it should never be used more 
than twenty-four hours old. Schimmel has also proved the value of this 
process in the estimation of cuminic aldehyde, benzaldehyde, and methyl 
noi\yl kkone, but find it useless for fenchonn, thujono, camphor, and 
. menthone. ' . 

rheni/lhydrazine IlcrtVat/ws.—The use of OT-nitrophenylhydrazine and 
|)-bromphenylhy4razine has been proposed by Hanus for the determina- 
.tion of vanillin, and Van Ekensteiu and ,1. J. Blanksma in 1905 sug¬ 
gested the use of p-nitrophenylhydrazine as a reagent for aldehydes and 
"ketones generally, in all thrbe oases the precipitated .hydrazone being 
filtered off, washed, dried, and weighed. Feinberg,* experimenting with 

' A mr. Perfumer, 1912,.*284. “ anntiai Beiwrt, April, 1912,17. 

^Eighth Inter, Congress Ajiplied Cliem., 191J, 1,187. 
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the two latter reagents, finds both to give good results with vanillin and 
anisic aldehyde. The last-named is also satisfactory for the estimation 
of benzaldehyde, but ;)-bromphenylhydrazine gives too low results. 

Colorimetric Processes ,—Various colorimetric methods have been pro¬ 
posed for the estimation of aldehydes, one of the most important being 
that of B. McK. Chaoe,* which is based on the well-known reaction of 
aldehydes with a fuchsine solution decolorised by means of sulphur 
dioxide, the colour produced when this reagent is added to a known 
quantity of the oil being matched by a standard solution of the pure 
aldehyde. The fuchsine reagent is prepared by dissolving 0'5 gram 
fuchsine in 100 c.o. of water, adding a solution containing 16 grams 
sulphur dioxide, and allowing it to stand until colourless, when the 
solution is made up to 1 litre. In carrying out the estimation, 2 grams 
of the lemon oil are diluted to 100 c.c. with aldehyde free alcohol, pre¬ 
pared by allowing to stand over alkali for several days, distilling, boiling 
the distillate for several hours under a reflux condenser with 25 grams 
per litre of w-phenylenediamine hydrochloride, and redistilling. Four 
c.c. of this solution are then diluted with 20 c.c. aldehyde free alcohol, 
20 c.c. of the fuchsine solution added, and the total volume made up to 
50 c.c. with the alcohol. The colour thus produced is compared with 
standards prepared in the same way, but with known quantities of a 2 
per cent, alcoholic solution of pure citral in place of the solution of oil, 
all the solutions being left for ten minutes in a water-bath at a tempera¬ 
ture not exceeding 15” C., and the colours compared either directly or by 
means of a colorimeter. The method gives good results with lemon 
extracts or mixtures of citral with limonene, but with lemon oil itself a 
satisfactory degree of accuracy is not attainable owing to slight turbidity 
of the solution due to certain wax-like constituents of the oil, and results 
differing by as much as 1'25 per cent, citral on the oil may be easily 
obtained, so that this process, though useful for lemon essences, cannot 
be regarded as suitable for the analysis of lemon oil. 

* Woodman and Lyford'^ recommend a very slight modification of the 
above process for the determination of benzaldehyde in extracts of bitter 
almonds, the aldehyde free alcohol being prepared by treating it first with 
silver oxide, then with »i-phenylenediamine hydrochloride, passing a 
strong current of air through it for three hours, and then distilling, 
rejecting the first 100 c.c. of distillate. 

Another colorimetric method for the estimation of citral is that due to 
E. S. Hiltner,® who substitutes a 1 per cent, solution of «i-phenylenedi- 
amine hydrochloride in 50 per cent, alcohol for the fuchsine solutiou em¬ 
ployed by Chace, but otherwise the process is similar, the yellow colour 
produced by the M-phenylenediamine and the oil being matched by 
means of a standard alcoholic solution of citral. The reaction is more 
distinct than in Chace’s process, and the results are claimed to 'be more 
accurate, as acetaldehyde and citronellal give no coloration under the ex¬ 
perimental conditions, with m-phenylenediamine. Old lemon oils which 
have become oxidised give a yellow-green to blue-green coloration, accord¬ 
ing to the degree of oxidation, and this renders the process useless for, 
old oils. The estimation is carried out by weighing out 1’5 to 2 grams 
lemon oil, diluting to 50 c.c. with 90 to 95 ^r cent, alcohol and to 2 o.c- 
of this solution, adding 10 c.c. of the m-phenylenediamine solution. The 

’ J. Amr. Chem. Soe., 1906, 1«2. ' * Ibid., 1908, 1607. 

»/. Ind. fng. Cfcm., 1909,790.' 
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mixtifre is diluted to a given volume, and the colour produced matched 
by means of a O'l per cent, solution of citral in 50 per cent, alcohol. 

A modification of the Hiltner method of estimating citral is de¬ 
scribed in the Journal of Industrial and Eiujhmrinij Chemistry * by 
t). E. Parker and K. S. Hiltner. In the determination of citral by the 
metaphenylene-diamine method it not infrequently occurs that lemon 
and orange oils and extracts produce blue or green colours instead of 
yellow. This abnormal behaviour has somewhat restricted the applica¬ 
bility of the method. Experiments have shown that substances such as 
fuller’s-earth, animal charcoal, talcum, pumice, zinc powder, platinised 
asbestos, eponite, and kaolin, employed for decolorising the reagent 
affect the metaphenylene-diamine in some obscure way, tendering it 
more responsive to the action of a citrus oil which has the property of 
producing the blue colour. Further experiments favour the presumption 
that oxidation of the terpene is in part responsible for the production of 
the blue colour. Stannous chloride was found to prevent the formation 
<Jf the blue colour, whether added in solid form or in aqueous or alcoholic 
solution. The addition of a proper amount of'oxalic acid to the original 
Hiltner reagent was found to accomplish the desired object in the most 
simple and convenient way, and was finally adopted lor the proposed 
method. If the various samples are mixed with the reagent at the same 
time, as many as a dozen can be compared with a single standard within 
an hour without any substantial error, but in order to do this it is de¬ 
sirable to employ always a fixed amount of citral in solution. Th(; 
details of the improved method are as follows: Ileagents. —Alcohol of 94 
to 95 per cent, strength, practically colourless, may be employed. Citral 
Standard Solutions. —0-5 gram ^ citral is dissolved in alcohol (94 
per cent.) and made up to 50 c.c. Of this 1 per cent, solution, 10 c.c. are 
diluted to 103 c.c. Each c.c. of this contains O'UOl gram citral. 
These solutions may be kept in a refrigerator, but should bo measured at 
room temperature. Metaphenylene-diamine Hydrochloride: Oxalic Acid 
Solution.—Dissolve 1 gram metaphenylene-diamine hydrochloride and 
1 gram of crystallised oxalic acid, each in about 45 c.c. of BO per cent, 
alcohol.' Mix in a stoppered 100 c.c. graduated flask or cylinder, and 
make up to the mark with 80 per cent, alcohol. Add 2 or 3 grams 
fuller’s-earth, shake well, allow to settle, and decant through a double 
filter. When most of the liquid has run through, add the turbid residue 
to the liquid in the filter. Colorimeter. —Any form of colorimeter may 
be used. Manijmlalion. —Weigh into a 50 c.c. graduated flask about 
0‘5 gram lemon oH, or about 4 grams orange oil, or 10 grams lemon 
extract, or 50 c.c. orange extract respectively; make up to the mark with 
94 per cent, alcohol, stopper and mix the contents. Pipette 5 c.c. of 
these first dilutions into 50 c.c. graduated flasks. Pipette also 4 c.c. of 
the standard O'l per cent, citaal solution into a 100 c.c. flask. As nearly 
las possible at the same time' add from a small graduated cylinder to the 
50 0 . 0 . flasks 10 c.c., and to the 100 c.c. flask 20 c.c. of the metaphenylene- 
diamine reagent; make all up to the mark with 95 per cent, alcohol, 
stopper the flask and mix well. Empty the 100 c.c. flask of citral dilu¬ 
tion into the plunger tube of the colorimeter, and a 50 c.c. flask of the 
ttilknown dilution into a comparison tube.. Both comparison tubes 
should be graduated in millimetres. Adjust the pluager until both 

»August, 1918, p/608 (through P. and E.O.B. (1918). 266). 
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halves of the field have the same intensity of colour, and note the heights 
of the columns compared. Calculate the average of five or more ob¬ 
servations. From these preliminary results compute the amount of the 
first dilution of the unknown, which should be used in making the, 
second dilution to produce the same colour as the standard in the same 
height of column of liquid. Repeat the determination, preparing at the 
same time fresh dilutions of the standard and unknown until columns 
of liquid of equal intensity of colour differ in length not more than 5 or 
10 per cent. 

Calculation— 

(а) = gram of citral (0'002) in 50 c.c. of diluted standard used for 

comparison. 

(б) = grams of oil or extract weighed. 

(c) = volume in c.c. (50) of first dilution of unknown. 

(d) = volume in c.c. of same used for second dilution. 

(e) = height of column (mm.) of standard used for comparison. 

(/) = height of column (mm.) of unknown used for comparison. 

Then ^ = per cent, citiul in oil or extract. 

h X d X f 

For the estimation of vanillin, T. von Fallenburg' proposes to make 
use of the colour produced by treating a dilute aqueous solution \vith 
isobutyl alcohol and concentrated sulphuric acid. Five c.c. of the solution 
are mixed with 5 c.c. of a 1 ])er cent, isobutyl alcohol solution in 95 per 
cent, alcohol, and 25 c.c. concentrated sulphuric acid, the colour produced 
being compared after forty-five minutes.with that given by known amounts 
of vanillin. 


MiSCBLLANEOUfi PROCESSES. 

Senmxamazide. —A gi-avimetric method for the estimation of cinnamic 
aldehyde in cassia and cinnamon oils, but which appears to apply only 
to this aldehyde, has teen devised by Hanus * based on the formation of 
a crystalline semioxamazone when cinnamic aldehyde is treated with semi- 
oxamazide, the reaction being— 

CONH. NH. CONH. N : CH. CH : CH. 0„Hr, 

I +C„H..CHO 1 +H 2 O. 

CONH.,, CONHjj 

The process is carried out by accurately weighing 0'15 to 0'2 gram 
cinnamon or cassia oil in a 250 c.c. conical flask, adding 85 c.c. water, 
and shaking thoroughly, after which about 1-J times the quantity of 
semioxamazide, dissolved in hot water, is added, the mixture well shaken 
for five minutes, and then allowed to stand-for twenty-four hours with 
occasional shaking, especially during the first three hours. The semi¬ 
oxamazone sepahites in the form of small flakes, which are filtered through 
a Hooch tile, washed with cold water, dried at 105” C, till constant, and 
weighed. The process gives accurate results lor the estimation of cinr 
namic aldehyde not only in cassia and cinnamon oils but also in cinnamqn 
bark, and is for this latter purpose particularly suitable, the oil from 5 tb 

■' Chtm. Zenir., 1916, 391. ‘Zeits. Untera. Nahr,, Oen. Uiitel, 1903> 817. 
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8 grams bark being steam distilled, the distillate extracted with ether, the 
ether evaporated off, and the aldehyde estimated as above described. 

Cyanacetic Acid, Hydrocyanic Acid .—When an aldehyde is treated 
' with cyanacetic acid in the presence of potassium hydroxide, condensation 
takes place according to the general equation— 


/ON’ 

H. CHO + CH.,CN . coon = KCH : C( + H,0. 

\COOH 


The condensation product is soluble, and it has been proposed to make 
use of this reaction as an absorption process for the determination of citral 
in lemon oil, but owing to a very indistinct separation between the nn- 
absorbed oil and the absorbing solution, it has been found practically im¬ 
possible to get satisfactory results and the process has been abandoned in 
practice. 

. A general property of aldehydes and ketones is that when heated with 
hydrocyanic acid, additive compounds, termed nitriles or-cyanohydrins, 
are produced, according to the general equations— 

R. CHO + HCN = B. CH(01J)CN 
HR'. CO -1- HCN = ER'. C(OH)CN 

On this reaction F. de Myttenaere has endeavoured to base a process 
for the estimation of aldehydes and ketones, adding sufficient of a dilute 
(0'4 per cent.) aqueous or faintly alkaline solution of hydrocyanic acid to 
give alK)ut 4 molecules hydrocyanic acid per molecule of aldehyde or 
ketone, and measuring the total and free hydrocyanic acid after first 
heating the mixture for seventy-live minutes in the water-bath in a sealed 
flask, and then allowing to stand for twelve hours at room temperature. 
The total hydrocyanic acid is estimated by adding exactly 6 c.c. of the 
solution to be tested to 75 c.c. water, followed by 10 drops of 40 per 
cent, soda solution, 10 c.c. 17 per cent, ammonia solution, and a few drops 
of 10 per cent, potassium iodide solution, and then titrating with N/lOO, 
silver nitrate. The free hydrocyanic acid the author determines by add-, 
ing 3 c.c. of the sjlulion to be tested to 50 c.c. N /lOO silver nitrate in a 
100 c.c. flask, diluting to 100 c.c. with water, filtering, and titrating the 
excess of silver nitrate in 50 c.c. filtrate by means of N/lOO ammonium 
thiocyanate, using iron alum as jl^dicator. The author has obtained good 
results with this process in the estimation of beuzaldehyde, but it failed 
with citral and vanillin, and also with ketones. 

Sodium, Salicylate .—When an aldehyde is shaken with a saturated 
solution of sodium salicylate, there seems to be evidence of the formation 
of a weak molecular compound, and with cinnamic aldehyde well-defined 
crystals have been obtained which give on analysis:— 


• 

Found. ' 

• ! 

Tlitforetical. \ 

Sodium . . • . 

. 

7-S per cent, i 

VO per cent. 

„ Balicylate . 


6S-.t „ 1 

54*8 

i 


‘This process, though referred to by Burgess,’ ueW seems to have 
been very seriously inve,stigated. ^ 


’ Analyst, 1904, p. 79. 
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Acetylation .—Citronellal may be quantitatively estimated by 'the 
ordinary acetylation process ’ when the aldehyde is quantitatively con¬ 
verted into isopulegyl acetate, which is then determined by saponification 
with potash in the ordinary way. Dupont and Labaume “ have attempted 
to base a method for the separation of geraniol from citronellal in oitron- 
ella oils on the' fact that the citronellal oxime formed by shaking with 
hydroxylamine solution at the ordinary temperature is not converted 
into an ester by subsequent acetylation, but into the nitrile of cilronellic 
acid which is stable towards alkali during the saponification process. 

Cannizzaro’s Reaction .—On this reaction, which may be represented 
thus— 

2C,iH,r,CHO H- KOH = C.HjCOOK + C„H,,CHj,OH, 

Dodge “ has bivsed a process for the detemination of benzaldehyde. A 
strong (2'5 N) alcoholic potash solution is required for the estimation, 
which is performed by allowing a mixture of 10 c.c. of this solution with 
1 to 2 grams benzaldehyde to stand at the ordinary temperature for 
twenty-four hours, after which the unabsorbed potash is titrated back 
with N/2 hydrochloric acid. A blank test is also made, and from the 
amount of potash entering into reaction, the percentage of aldehyde can 
be calculated. The process breaks down in the assay Of natural oil of 
bitter almonds, probably due to the presence of Ixjnzaldehyde cyanhydrin. 

The Dbtebmination of Phenols. 

The usual method for the determination of phenols is based on the 
solubility of these compounds in solutions of caustic alkali. Such ab¬ 
sorption methods are not strictly accurate, since a small portion of con¬ 
stituents other than phenols are dissolved by the alkali. So long, 
however, as the conditions are kept constant, useful comparative results 
are obtained. The process is best carried out as follows:— 

Five to 10 c.c. of the oil are shaken in a Hirschsohn flask, as used 
for cassia oil analysis, with a 5 per cent, solution of caustic soda, until 
absorption is complete, and the unabsorbed oil driven into the nfeck of 
the flask by more of the solution and its volume read off. The difference 
between the original amount of oil used and the unabsorbed portion may 
1)6 taken as phenols. Strictly speaking, this method gives a volume 
percentage, which can be converted into a weight percentage if the specific 
gravities of the two portions of the oil be known. 

Sohryver * has recommended the use of sodamide for the determina¬ 
tion of phenols; the hydrogen of the phenolic hydroxyl replaces the sodium 
with the formation of an equivalent quantity of ammonia, 

NaNHj -p HO. E' = NaOK' + NH, 

About 1 gram of sodamide in fine powder is ■Washed several times with 
l)enzene and placed in a 200 c.c. Msk, About 50 c.c. of benzene, free 
from thiophene, is added, and the flask, attached to a condenser, warmed 
on the water-bath, and traces of ammonia are removed by a stream of 
carbon dioxide. From 1 to 2 grams of the phenol-containing oil is then 
admitted to the flask through a stoppered fpnnel inserted through the 

' Determination o} Alcohols, y. 297. 'Ronre-Bertiand's i2«porf, April, 191% 

■ * Eighth Inter. Congress of Applied Chem., 1912L xvii. 16. 

* Jour. Sof. Chem. Ini., 1§ (1899), 658. 
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cort, the last traces being washed through with benzene. The contents 
of the flask are again heated and a current of air driven through until 
all the ammonia generated is carried over and absorbed in a given volume 
(about 20 c.c.) of normal sulphuric acid in a suitable collecting vessel. 
The amount of phenol is calculated on the basis of the equation given 
above. 

Kremers recommends the following method of estimating thymol:— 

Five C.C. of the oil to be examined are weighed and brought into a 
glass-stoppered burette graduated to c.c., and is diluted with about 
an equal volume of petroleum ether; a 5 per cent, potassium hydroxide 
solution is added, and the mixture shaken for a short time, then the 
liquid is left standing until separation is complete. Thdn the alkaline 
solution is allowed to run into a 100 c.c. graduated flask. Tliis opera¬ 
tion is repeated until no further decrease in the volume of the oil takes 
place. 

The alkaline solution of thymol is made up to 100 or 200 c.c. as the 
case may require, using a 5 per cent, soda solution. To _10 c.c. of this 
solution in a graduated 500 c.c. flask is added a jV, normal iodine solu¬ 
tion in slight excess, whereupon the thymol is precipitated as a dark 
reddish-brown iodine compound. In order to ascertain whether a suf¬ 
ficient quantity of iodine has been added, a few drops are transferred 
into a test tube and a few drops of dilute hydrochloric acid are added. 
When enough iodine is present, the brown colour of the solution indi¬ 
cates the presence of iodine, otherwise the liquid appears milky by the 
separation of thymol. If an excess of iodine is present, the solution is 
slightly acidified with dilute hydrochloric acid and diluted to 500 c.c. 
From this 100 C.c. are filtered off, and the excess of iodine determined by 
titration with normal solution of sodium thiosulphate. For calcula¬ 
tion, the number of cubic centimetres required is deducted from the 
number of cubic centimetres of normal iodine solution added and 
the resultant figure multiplied by 5, which gives the number of cubic 
centimetres of iodine required by the thymol. 

Eyery cubic centimetre of norm^ iodine solution equals 0'003758 
gram'of thymol. Knowing the quantity of thymol in the alkaline solu¬ 
tion, the percentage in the original oil is readily found. 

The reaction taking place is represented by the equation— 

+ 41 -h 2NaOH = 0 ,„H,jl 20 -t- 2Nal -t- 2HjO 

In the estimation of carvacrol a slight modification of this method 
must be made, becavise carvacrol is thrown down as a finely divided 
white precipitate, giving the solution a milky appearanots. In order to 
form a precipitate the liquid is vigorously shaken after the addition of 
iodine solution, and is subsequently filtered. Then the liquid is acidu¬ 
lated with hydrochloric acid, and subsequently the same procedure is* 
followed as was described for thymol. The calculation is also the same. 

Redman, Weith, and Brock* have modified the above-described 
method, by using sodium bicarbonate instead of sodium hydroxide. 
They proceed as follows:— 

About 50 c.c. of n-sodium bicarbonate solution is placed in a glass- 
stoppered bottle of 500 c.c. capacity and diluted with 100 c.c. water. To 
this is added from a burette 15 c.c. of' a solution co»taining as much of 

Jdur. Ind. Eng. CSunn., 6 ( 1918 ), 831 . 



326 


THE CHEMISTEY OE ESSENTIAL OILS 


the phenol under examination as corresponds to about a decinoirmal 
solution. To this is added ;,\,-normal iodine solution in excess until a 
permanent brown colour is obtained. The excess of iodine should 
amount to 20 o.c. The mixture is now vigorously shaken for one minute, 
diluted with 50 c.c. of «-sulphuric acid, and the excess of iodine titrated 
back with decinorraal thiosulphate solution, 5 c.c. of a 20 per cent, potas¬ 
sium iodide solution being added. Starch is used as an indicator. The 
temperature should be from 20° to 25°. 

In order that the leaction may proceed rapidly it is important to 
shake the mixture thoroughly after adding the iodine-solution. When 
this is done the iodine-compound is formed completely within one minute. 
With thymol it affords thymol di-iodide. In oixler to make sure that any 
iodine which may have entered into the hydroxj'l-group is again liberated, 
care should be taken that a little hydriodic acid is always present; hence 
the addition of the potassium iodide solution l)efore the excess of iodine 
is titrated Imok with thiosulpliate. Titration can only lx; regarded as 
complete when the blue coloration does not return in 10 minutes. 

For the determination of eugenol Thoms has elaborated the follow¬ 
ing method, the results of which are fairly accurate:— 

About 5 grams of the oil are weighed into a Ixjaker of about 150 c.c. 
capacity, 20 grams of 15 per cent, sodium hydroxide solution added, and 
then 6 grams benzoyl chloride. On stirring, the solid mass of eugenol 
sodium salt at first formed goes i)ito solution again as it is converted 
into benzoic ester, with evolution of much heat. In the course of a few 
minutes the reaction ends, and on cooling a solid crystalline mass of 
benzoyl eugenol is obtained. To this 50 o.c. water is added, and the whole 
warmed on a water-bath until the ester is completely melted .to an oil, 
well stirred, cooled, and the clear supernatant aqueous solution filtered 
off. The ciystalline mass is again washed with two successive quan¬ 
tities of 50 c.c. water, and the resulting impure benzoyl eugenol is re- 
crystallised from alcohol, due allowance being made for its solubility in 
that medium. 25 o.c. of hot alcohol (90 per cent, by weight strength) 
.'are poured through the filter employed in the previous washing opera¬ 
tions, -in order to dissolve any adherent crystals, into the beaker, and 
the whole warmed upon the water-bath until complete solution is effected. 
The solution is then cooled to 17° C., and the crystalline precipitate 
thrown upon a small w'eighed filter paper, filtered into a 25 c.c. cylinder, 
and washed with 90 per cent, alcohol until the filtrate exactly measures 
25 o.c. The filter and crystals are then removed to a weighing bottle, 
dried at 100° G. until constant, and then weighed. From the total 
weight the weights of the filter paper and of the weighing bottle are de¬ 
ducted, from w'hich the benzoyl eugenol is calculated. To the latter 
weight O'55 gram are added, being the weight of pure benzoyl eugenol 
' dissolved by 25 c.c. 90 per cent, alcohol at 17,° C. as determined' by ex¬ 
periment. 

This final quantity gives the amount of benzoyl eugenol, from which 
the amount of eugenol is easily calculated, eugenol having the formula 

164a; 

and benzoyl eugenol so that x 100 = the per¬ 

centage of eugenoWf a; equals the weight of benzoyl eugenol obtained, 
and y the weight of oil used in the estimation. Under these ciroum- 
stances the eugenol-contept should not fall belQW, 75 per cent., or if 
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estimated by absorption with potash not below 82 per cent., usually from 
85 to 90 per cent. 

Thom has recognised that the foregoing process is only approximately 
accurate and now recommends the following modification. This consists 
in heating 5 grams of the oil in a water-bath with 20 c.c. of a 15 per 
cent, soda solution for thirty minutes. After allowing the hydrocarbons 
to separate, the eugenol soda solution is run off, and the hydrocarbons 
washed with dilute soda solution twice, the washings Ixjing added to the 
original soda solution. The reaction is now effected at water-bath tem¬ 
perature with 6 grams of benzoyl chloride. The whole is allowed to cool, 
and the crystalline mass transferred to a beaker with 55 c.c. of water. It 
is heated in order to melt the crystals, and well agitated with the water 
to wash the benzoyl eugenol. This washing is repeated twice. The 
crystalline mass is then transferred to a beaker with 25 c.c. of 90 per 
cent, alcohol, and warmed till complete solution takes place. The solu¬ 
tion is allowed to stand till the bulk of the crystals have separated out, 
and is cooled to 17° and filtered through a paper 9 cnj- in diameter, 
previously dried and tared. The filtrate measures about 20 c.c. and the 
ci-)'stals are washed with more alcohol until it measures 25 c.c. The 
paper and crystals are then dried in a weighing-glass and weighed, the 
tempeiature of drying being not more than 101“ C. The solubility allow¬ 
ance for 25 c.c. of alcohol is 0'55 gram. The total eugenol is calculated 
from the formula 


P = 4100 


a -t- 0'55 
676 


where P is the percentage, a the weight of benzoyl eugenol obtained, 
and 6 is the weight of clove oil used. 

Verley and Poising propose the following method. It depends on the 
fact that acetic and other anhydrides react with phenols in excess of 
•pyridine. Eugenol reacts I'eadily forming eugenol acetate and acetic 
acid, the latter combining with pyridine to form pyridine acetate. This 
compound reacts towards indicator’s such as phenol-phthalein in the same 
way as acetic acid, and therefore a titration is possible. Verley and 
Boising use from 1 to 2 gi’aras of the oil, which is placed in a 200 c.c. flask, 
and 25 c.c. of a mixture of acetic anhydride (15 parts) and pyridine (100 
parts), The mixture is heated for thirty minutes on a water-lrath, the 
liquid cooled, and 25 c.c. of water added. The mixture is well shaken 
and titrated with normal potash, using phenolphthalein as indicator. A 
blank experiment is carried out without the eugenol, and the difference 
between the titration figures in c.c. of normal alkali, multiplied by 0'582, 
gives the amount of eugenol in the sample taken. 


Determination of the Methyl Number. 

• 

Benedikt and Griissner' have proposed the determination of the 
methyl numbeu in the analysis of essential oils. Whilst this process may 
have some value in the examination of the constitution of a compound, 
it is very rarely necessary ^o use it in the analysis of essential oils. The 
methyl number (which is a somewhat'fallacious terni as it includes other 
alkyl radicles) is understood as the number of milligrams of methyl 

Zeil., 13ll899), 872»1087. 
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NXelleiViV ti\ie gram of the substance when heated with hydriodic acid 
'From 0'^ to 0‘3 gram of the oil is heated with hydriodic acid of specifi 
gravity 17 and the methyl iodide formed collected w a suitable receiver 
free iodine being absorbed by phosphorus. The methyl (or alkyl) iodide 
is decomposed by alcoholic solution of silver nitrate, and the silver iodide 
weighed, from which the amount of alkyl radicle, calculated as CH, is 
found. * 

Thm Dktection op Chlorine in Essential Oils. 

A few essential oils contain substances which can be easily synthesised 
by processes .in which the use of chlorine is involved. Such oils are 
frequently adulterated with the synthetic product. If this contains 
chlorine—which is very frequently the case, on account of the difficulty 
in removing the last traces of this body—its detection becomes of im¬ 
portance, as the presence of a trace of chlorine is evidence of the presence 
of the artificial compound. 

T/ie Delermimlmi of Chlorine. —Many methods have been suggested 
for the detection and determination of chlorine, but most of them are 
merely qualitative. Of these the following are useful:— 

(а) By simple combustion. This method depends on the fact that on 
combustion a portion of the chlorine present in the organic compounds 
existing as impurities forms hydrochloric acid, which can be detected by 
means of silver nitrate. 

A piece of filtering paper about 2 inches by 1 inch, and rolled in the 
shape of a spill, is saturated with the oil, the excess of oil is thrown off 
and the paper is placed in a small porcelain dish which in its turn re¬ 
poses in a larger dish, measuring about 8 inches in diameter. The'paper 
is ignited, and a beaker, of a capacity of about 2 litres, moistened inside 
with distilled water, is quickly placed over the paper. The sizes of the 
dishes used must be such that the rim of the larger dish must stand out 
well all round fi-om the beaker. Alter the flame is extinguished the 
.beaker should be left in position for about one minute, after which the 
■products of combustion which have been deposited against the • moist 
sides of the beaker are rinsed out with a little distilled water, and filtered. 
The filterate, acidulated with a drop of nitric acid, must remain clear when 
silver nitrate solution is added. 

Care must be taken that the filter paper is free from chlorine. This 
should be determined by a blank experiment. This process has been 
strongly recommended by Schimmel & Co., but there is considerable 
doubt whether it will detect minute quantities of chlorine. 

(б) The sodium test is distinctly more delicate, and is carried out as 
follows:— 

. A piece of pure metallic sodium about half the size of a pea is d,ropped 
into 0‘5 e.c. of the oil in a dry test tube, and-heated until all chemical 
action has ceased. The test tube and contents are immersed whilst still 
hot in 10 c.c. of ‘distilled water in a porcelain dish. The solution is 
filtered, acidulated with nitric acid, and silver nitrate .solution added. 
Any turbidity or opalescence indicates the presence of chlorine compounds. 

A blank test should be performed to ensure the absence of chlorine in 
the materials employed. • • * 

i*”?® eftmbustion method gives good results as a qualitative 
test, a hough it will often fail to detect very minute traces, say below 
0‘08 per cent. It is carried out as follows:— 
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A mixture of 1 c.c. of benzaldehyde and 5 grams of lime are placed in 
the bottom of a platinum crucible about 3 ins. in depth, a layer of lime 
placed on the top and the crucible covered and gently heated; a con¬ 
siderable escape of benzaldehyde takes place, so that it is obvious that 
the results can have no quantitative value. 

The temperature is then gradually increased until no further vapours 
are driven off. The mixture is then dissolved in dilute nitric acid, filtered 
and tested in the usual manner with silver nitrate. 

(<i) The method of Carius for the determination of chlorine in or^nic 
compounds is, of course, absolutely quantitative, but is very tedious. 
Salomin * has recommended the following method, and appended are the 
results obtained compared with those yielded by the Carius’ method and 
the obviously inadequate lime method. 

About 1 gram of Irenzaldehyde is heated in a retort with 40 c.c. ol 
concentrated sulphuric acid, the fumes collected in a solution of silver 
nitrate, and the heating continued until no further precipitate insoluble 
in hot dilute nitric acid is obtained in the silver nitrate Solution. This 
takes about three hours. 

The solution of silver nitrate is acidified with dilute nitric acid, boiled 
so as to decompose any silver sulphite that might have been formed, and 
the precipitate filtered, w'ashed, etc. 

A slight modification consists in using a mixture of 40 c.c. (»ucen- 
trated sulphuric acid and 5 c.c. concentrated nitric acid, the nitric acid 
being added last to the mixture of sulphuric acid and benzaldehyde. 

The hydrochloric acid was evolved more rapidly, and slightly higher 
results were obtained in certain oases, due probably to better oxidation. 

In Ubing this method the heating must be very gradual, and the 
mixture should not Ixj allowed to froth until the end of the operation. 

' The results obtained by the use of these three methods are as follows, 
and certain of the samples were checked by means of a Carius deter¬ 
mination :— 


» 

No. 

Lime Metliod, 

Sulphnrie Acid 

Chlorine, iier Cent. 

Methofl, lier (Viit. 

1 

•19 

1-88 

2 

Not wcighable. 

0-lH 

3 

•20 

1-H 

4 

•19 

1-7 

S 

nil. 

trace 

6 

•17 

— 

7 

•28 

— 

8 

•17 

• 

— 


Nitro-tmlphuriu 
Acid Methotl, per 
Cent. 

Carhis Method, 
per Cent. 

2-14 

2-2 

0-13 

0-15 

1'9 

2*0 

1-7 

1-9 

trace 

trace 

1-63 


2-00 


1-42 

— 


The Detebminai'ion of Hydkocaebons. 

• 

The determination of hydrocarbons is not often required, but is a 
•matter of some importance ,in the case of the so-called terpeneless and 
sesquiterpeneless oils, especially thoSe of lemon, rfnany commercial 
samples of which contain appreciable quantities of hydrocarbons. 

P. and fi.O.A. (1917), «. 
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Booker* has elaborated the following method for the determination 
of the hydrocarbons present in concentrated oils of lemon:— 

Citral is first estimated in 10 o.o. of oil by the sulphite method. When 
the oil which has not entered into reaction is less than 6 o.o., the estima¬ 
tion is repeated with another 5 or 10 o.c. The oil left over from these 
tests is bulked, and 5 c.c. of this oitral-free oil is placed in a 600 to 
700 c.c. separator, into which, immediately previously, 500 o.c. of alcohol 
of precisely 51 per cent, by volume, cooled down to from 0 to - 2“ C., 
has been introduced. The separator is closed with a cork and the con¬ 
tents are repeatedly shaken, when the aromatic bodies of the oil are dis¬ 
solved by the. alcohol, while the hydrocarbons are left behind almost 
quantitatively. The separator is then placed in a cooling-bath at 0“ C., 
cork downwards, for six to ten hours. It is then taken out of the freez¬ 
ing mixture, carefully turned hick to its proper position, and placed in a 
stand. When the alcoholic solution has cleansl to a point at which only 
a slight film remains (which in certain conditions may take up to two 
days) it is drawn oil to alwut 10 c.c., any oil-drops which may still adhere 
to the sides of the funnel l)eing rinsed down with ice-cold 51 per cent, 
alcohol, so that all the oil which has remained undissolved is brought 
together. When the mixture has become perfectly clear, the oil, Ixjiiig 
freed as far as possible fiom the last truces of alcoholic solution, is trans¬ 
ferred to a measuring tube calibrated to o.c., and the vessel rinsed out 
with a little more ice-cold 51 per cent, alcohol. It is advisable to use a 
sepaiuting funnel of which the lower pai-t ends in a narrow gr-aduated 
tube. As soon as the oil is completely cleared (when the froth is very 
persistent a few drops of dilute acetic acid should bo added), the volume 
is read off and calculated to the original oil. 

The method may be completed by estimating not only the quantity 
birt also the oharucter of the hydrocarbons. Thus, from 100 to 200 c'.c. 
of oil is fractionally distilled in racuo. The distillation is only continued 
up to the point where the separate tractions of about 10 c.c. each still 
show dextro-rotation. These fractions are put together as the “ terpene- 
containing portion” of the oil, the rest constituting the “sesquiterpene- 
containing portion”. Each of these portions is then freed from citral 
by means of NajSO,, and in both cases the residue is treated with 100 
times its quantity of Ice-cold 51 per cent, alcohol, as described above, a 
large glass flask being, if necessary, substituted for the separator. The 
alcohol solution is separated by means of a siphon from the portion which 
has remained undissolved. The oils which have been separated are 
estimated quantitatively, and from the values thus obtained the per¬ 
centage of terp<.mes and sesquiterpenes in the original oil is calculated. 
For pui-poses of further identification the rotation is estimated, and, if 
necessary, the characteristic derivatives are prepared. The tqxpenes, 
of which the principal constituent is d-limonene, are characterised by a 
pronounced dextrp-rotation; they yield a liberal proportion of limonene 
tetrabromide, whereas the sesquiterpenes, which consist chiefly of 
bisabolene, are laevo-rotatory and may be identified from the bisabolene 
trihydrochloride. 


Jour. Prdkt. Cliem. (1914). 89,199. 
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A new method for the examination of certain oils has recently been 
described by Alan B. Albright.^ 

Some unsaturated compounds arc capable of quantitative hydrogena¬ 
tion in a solution of colloidal palladium. It has been found that a 
“hydrogen number" corresponding to the iodine number of fatty oils 
may be ascribed to some ethereal oils. 

The colloidal palladium solution is prepared as follows: A solution ‘ 
of a palladium salt is added to a solution of an alkali salt of an acid of high 
molecular weight, the sodium salt of protalbinic acid lieing suitable. An 
excess of alkali dissolves the precipitate formed, and the solution contains 
the palladium in the form of a hydrosol of its hydroxide. The solution 
is purified by dialysis, and the hydroxide reduced with hydrazine hj'drate. 
On further dialysis and evaporation to dryness a water-soluble product 
is.obtained, consisting of colloidal palladium and sodium protalbinate, the 
latter acting as a protective colloid. .• 

A substitute may be prepared thus; 0'05 gram palladous chloride is 
placed in a special shaking flask with 50 c.c. of 50 per cent, alcohol and 
1 or 2 c.c. of 1 per cent, aqueous solution of gum-arabic, the weight of 
gum being about one-fourth the weight of the palladous chloride. On 
shaking this mixture in an atmosphere of hydrogen the chloride is re¬ 
duced with formation of a black solution of colloidal platinum, which is 
rendered stable by the small quantity of gum present. 

The apparatus used is somewhat complicated, and consists of shaking 
baskets containing the absoi’ptiou flasks, which are connected with a ^s 
burette and a hydrogen supply, the latter being purified by passing 
through a wash bottle containing alkaline permanganate, and afterwards 
wkshiug with w’ater. Arrangements are made to correct errors due to 
absoiptiou of hydrogen by the catalyser, the solubility of the gas in the 
solvent, and the consumption of hydrogen by oxygon dissolved in the 
solvent. The weight of the substance taken is adjusted so that 100 c.c, 
or less of hydrogen is absorbed. 

Every essential oil contains at least small quantities of unsaturated 
sulistances, such as terjioues (liinonene phellandrene, etc.), but not all 
bonds are hydrogenated with equal ease. For instance, limonene is first 
reduced to carvomenthene, citral to citronellal, carvoxime to carvotan- 
aoetoxime, the second tend in each case requiring a considerably longer 
treatment lor complete saturation. For such substances a quantitative 
determination is unsatisfactory. Some oils, however, contain substances 
which are completely and rapidly reduced, notably those containing the 
allyl or propenyl group. Safrol, anethol, and eugenol are the chief sub¬ 
stances which have been studied, and these are reduced to dihydro-salrol, 
dibydro-anethol, and dihydro-eugenol. The pure substances have been 
■compared with the natural oils of sassafras, anise, fennel, clove, and 
pimento, and with imitation oils made up of the active constituent and 
limonene. 

The hydrogen number is defined as the numbpr of c.c. of hydrogen, 
.corrected to normal temperature and pressure absorbed by 1 gram of the 
material during the period of rapid alisoi^tion. TWs number gives a 
measure of the proportion of active constituent present, but the results 

> Jour. AtnerrOheM. Soc., 1914, 2l88; througli P . and E.O.R. 
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are generally too high because of the absorption of hydrogen by other 
constituents. 

The results obtained are summarised in the following table:— 


Hnlistanoe. 

H^'drogen 

Number. 

Blqiiivalent per 
Oent. of Active 

Tlieoretical per 
Cent, of Active 


Oonstituent. 

Coustituent. 

Safrol . 

1S5-6 

98-3 

100-0 

Ijimonene. 

— 

_ 


Imitation sassalras oil 

111-9 

81-1 

80-0 

Authentic ,', „ 

103-1 

74-8 

_ 


102-0 

74-0 

_ 

Anethol. 

150-5 

99-6 

100-0 

Imitation anise oil . 

125-1 

82-4 

80-0 


12V-0 

83-7 

80-0 

Commercial anise oil. 

125-e 

82-9 

_ 


127-3 

83-9 


1 „ feftnel oil 

101-3 

66-8 

_ 

1 

102-7 

67-7 

_ 

! Eagenol. 

134-4 

98-3 

100-0 

ImitaUon clove oil . 

113-2 

82-8 

80-0 


113-3 

82-8 

RO-0 

Commercial clove oil . 

114-6 

83-8 

_ 


114-0 

83-3 

_ 


97-8 

71-5 

— 

„ pimento oil . . j 

97-8 ; 

71-5 

— 


Thk Detection of Some Common Adulteeants.' , 

Turpentine OH .—This is readily recognised in oils which contain ,no 
pinene, as this is the main constituent of turpentine oil. It is usually 
found in the first distillates, and generally reduces the specific gravity 
and affects the solubility and optical rotation. Its presence is proved by 
the formation of pinene hydrochloride (melting-point 125°) and the nitro- 
soohloride (melting-point 103"). If pinene is a constituent of the oil 
itself, the addition of turpentine can only be proved by comparison with 
an authentic sample. 

Cedarwood, Copaiba, and Gnrjnn Balsam Oils .—These adulteiants are 
usually found in the last fractions owing to their high boiling-points. 
They have a high specific gravity ('900 to '950) and high refractive index, 
and are only soluble in strong alcohol. Copaiba oil rotates - 7° to - 35“ 
(African up to •+• 20"), cedarwood - 25" to - 45°, and gurjuu balsam 
- 35° - 130°. No definite characteristic derivatives can be obtained. 
Gurjun balsam oil gives an intense violet colour when a few drops of 
nitric acid are added to a solution of the oil in glacial acetic acidj 

Fatty oUs may be detected by leaving an oily stain on blotting paper 
after evaporation fey gentle heat, "^ith the exception of castor oil they 
are insoluble in alcohol. CaStor oil dissolves in a small quantity of 
TOtroleum ether, but on further dilution with petroleum ether, it separates. 
Fatty oils usually increase the ester value of an oil, and a greater proper-' 
tion of non-volatile residue is, found on evaporation over a water-bath;. 
Some volatile oils* leave a residue bn evaporation, e.jf. bergamot, lemon, 
orango, nutmeg, ylang-ylang, and cassia oils. The fatty oils do not distU 

* P.'andE.O.'k. (June, 1916)- 
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without decomposition, and their pifesence maybe proved by the acrolein 
iest (heating with potassium bisulphate). Cocoanut oil may be detected 
yy freezing. 

Fatty acids may readily be detected by the increase in acid value. 

PetroleHm or minsral oil (kerosene, etc.) are less soluble in alcohol 
ihan most oils. They have a low specific gravity and refractive index, 
ind are not saponified by alcoholic potash. The lower boiling fractions 
san usually be detected by their odour, and the higher boiling fractions 
remain in the residue on fractional distillation. They are unaffected by 
fuming nitric acid. 

Aleoluil and acetone may be detected by their low boiling-point and by 
ihe iodoform test. Oils containing alcohol form milky mixtures with 
water. It may be extracted by washing with water, when the refractive 
index of the washed oil is found to be distinctly higher than that of the 
original oil. 

Chloroform is readily recognised by its odonr and by the phenyl iso- 
nitrile test. It is found in the first fractions distilled. . 

liesin is frequently found in cassia oil. It interferes with the accurate 
Jeterniination of the aldehyde by making it difficult to read off the un- 
sombined oil. It may bo detected by adding a solution of lead acetate in 
70 per cent, alcohol to a solution of the oil in alcohol of the same strength. 
The presence of resin increases the amount of non-volatile residue, and 
tlso increases the acid value of the oil. 

The proportion of resin can l>e determined by weighing the precipitate 
formed with solution of lead acetate in 70 per cent, alcohol.* 

Terpenes are commonly employed for diluting lemon, orange, and 
oergamot.oils. The addition lowers the specific gravity, increases the 
optical rotation, and lowers the proportion of oxygenated constituents, 
leiqjinolene, a by-product in the manufacture of terpineol, has been de¬ 
leted in some oils, notably citronella and spike, lavender. It can bo 
detected by its odour in the fractionated oils. 


' i>. and E.O.R., 1914, 2f>4. 



CHAPTKB IV. 


The present chapter is devoted to a feV essential oils, work on wihich 
has either been carried out since the publication of Volume I of this 
work, or which was not available when that volume was written, in order 
to bring the whole work up to date as far as is possible. 

Oin OF Achillea Millefolium. 

This oil. which has considerable economic interest, has recently been 
investigated by E. R. Miller.’ 

A number, of oils were distilled from the plant in various stages of 
development, which were found to have the following characters;— 



-- — — 

— 

- - 

— 


No. 

Place ol (Jrtllectiou. 

dition. 

YieM. 

'h&“. 

"»19-6». 

1 

SuQseb Point 

dry 

C’1G4 per cent. 

0-9020 

1-4740 

2 

Highlands .... 

fresh 

0-212 „ 

0-8930 

1-4718 

.8 

Hammersloy farm 


0-125 „ 

0-9035 

1-4885 

4 

»» M • • 

dry 

0-111 „ 

0-9080 

1-4880 

5 

»l »l • • 

fresh 

0-123 „ 

0 9038 

1-4855 

6 



0-111 „ 

0-9098 

■ 1-4890 

7 

Piper farm 

— 

0 213 

0-8960 

1-4765 

8 

Hammeraley farm (llowei. 




■ 


heads only) . 

dry 

0-85 

0-9055 

1-4875 

y 

Hammersloy farm (stems 




10 

11 

and leaves from No. 8) . 

dry 

0-067 „ 

— 

1-4850 

_ 



0-9087 

, 

; 12 
; 18 

! 

Med. Herb Garden . 

dry 

— 


— 

Sheboygan Co. . 

dry 

- 

0 8926 

- 


The results of Miller’s examination may be summarised as follows:— 

1. That a blue oil may be obtained from either the leaves or the 
flower heads; most of the oil being obtained from the latter. 

2. That it would not be profitable to distil the lower two-thirds of the 
plant. 

3. That the blue compound may be obtaineil from very young plants, 

though in very small amount. . 

4. That drying the plant material apparently produces no change ■ in 
either the quantity or the quality of the oil. 

5. That the oil contains the following:— 

f-a-pinene, d-a-pinene, Z-limonene, f-borneol, bornyl acetate and other 
esters of borneol, J-camphor, cineol, salicylic acid, aldehydes, most prob- ‘ 
ably two, formic acid, acetic acid, butyric acid (?), iso-valeric acid, at", 
least one non-volctile acid or lactone, and a blue constituent of high 
boilirg-point, 

’^ull. Univ. Wisoonsin, 785.' 
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Ajowan Seed Oids. 

According to the Bulletin of the Irtiperial Institute^ the oil from 
ajowan seeds grown in the Seychelles Islands is obtained to the extent 
of 9 per cent., as against 3 to 4 per cent, from Indian seeds and'about 
3 per cent, from Montserrat seeds.. The Seychelles.oil pontains 38 per 
cent, of thymol and the Montserrat oil 54 per cent. 

Oil op Ammoniacum. 

Semmler, Jonas, and Eoenisch ^ have fully investigated this oil. The 
specimen examined had the following characters:— 

Specific gravity at 20°.0’8855 

Refractive index.1’47233^ 

Optical rotation. 1° 42' 

On fractionation under reduced pressure the following constituents 
were identified; Linalyl acetate, citronellyl acetate, a..new dihydro¬ 
sesquiterpene “ferulene,” a new sesquiterpene ketone “doremone,” 
doromyl acetate, and cetyl alcohol. An unidentified terpene, boiling 
between 65° and 80" at 11 mm., was also obtained in small quantity 
(about 1 per cent, of the oil). Eerulene, is a monocyclic dihydro- 

sesquiterpene, boiling at 124° to 126° at 7 mm. It has d'8698, m1'48423, 
optical rotation + 6“ (all at 20 0.). Molecular refraction = 67-83 (calc, 
for CijHj,., with two double bonds, 68-26). On reduction with hydrogen 
in presence of platinum, fei-ulene was convei-tcd into teti-ahydroferulene, 
boiling at 118° to 122° at 10 mm., d-8400, til-45810, optical rota¬ 
tion -I- 4° 12'. Molecular refi-action = 68-27 (calc, for 69-05). 

The divergence of the observed molecular i-efractions from the calculated 
is-explainable on the assumption that ferulene contains 25 per cent, of a 
bioyclic 8e8quiterj)ene, G|r,H.j^, which is converted on reduction into the 
fully hydrogenated bicyclic compound, Cjf.Hj,,. Doremone, is 

an unsaturated aliphatic sesquitei-pene ketone, boiling at 145 to 155 at 
12 mjn. It has d-8765, ul-47160, optical rotation H- 3° 30'. Molecular- 
refraction = 70-87 (calc, for a ketone or aldehyde, CuHai-O, with two. 
double bonds, 70-54; for an alcohol, G,r,H,^.,0, with three double bonds, 
71-48). The oxime melts at 88°, the semi-carbasoue at 124°. On reduc¬ 
tion by sodium and alcohol, doremone passes quite smoothly into the 
con-esponding alcohol, doi-emol, G,,,H 2 ;. OH. This indicates that dore¬ 
mone is a ketone, for terpene aldehydes usually give the alcohols with 
difficulty. Doremol boils at 145° to 150” at 12 mm., and has d-8702. 
m 1-47130, optical rotation + 3°. Molecular refraction = 71-98 (calc, for 
an alcohol, CjsH^jsO, with two double bonds, 71-88). On reduction by 
hydrogen in the presence of platinum, doremone is converted into tetra-, 
hydrodoremone, Gj^HgjjO^an aliphatic saturated ketone, boiling at 142 
. to 144° at 12 mm. It has d-8434, »1-44803, optical rotation -P 1° 24', 
molecular refraction 71-75 (calc. 71-33). 

Angophora Oils. 

Baker and Smith have distilled the oil from the leaves of Atigopfwra 
Bakeri, collected in the neighbourhood of Paramatta, which yielded 0-31 

’ 'Vol. Xlfl, I, 30. ■ ^Btrichle, 1917 (80). 1828j and 1\ and E.O.H,, 191E, 74. 
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per cent, of essential oU. It has a specific gravity of 0'8719, optical 
rotation + Sd'fi". and refractive index 1'4660. The constituents identified 
were a-pinene, geraniol, geranyl acetate and valerianate, a sesquiterpene, 
amyl acetate, and a volatile aldehyde. The terpene constituted nearly 80 
per cent, of the oil. The leaves of another species, Angophora imlanoxy- 
glon, yielded O'19 per cent, of oil, which had the following characters :— 


Bpocific gravity.0'8909 

Optical rotation.+ 24'9“ 

Refractive index.1'4678 


This sample was similar in composition to the preceding oil. A third 
sample, from an unnamed species, also containing pinene, geranyl acetate, 
and geranyl valerianate, had specific gravity, 0'8703; optical rotation, 
+ 36'3'; and refractive index, 1'4669. 

OiT, OF Eugenia Smithii. 

According to Dawkins * the leaves of Eugenia Smithii yield 0'3 to 
0'5 per cent, of essential oil having the following characters:— 

Specific gravity.0'863 to 0‘8GG 

Optical rotation. +35° 

Refractive index.1'4G76 to 1'4701 

The oil consists mainly of (f-«-pinene, with about 4 per cent, of esters 
and 4 per cent, of alcohols. 

Oil of Artemisia Annua. 

Asahina and Yoshitomi “ have examined this essential oil, and Isolated 
.therefrom eucalyptol, f-camphor, and a new ketone of the formula 
CiqHji;0 , which has the following cliaractci-a :— 


Boiling-point. 182° 

Specific gravity.O'SilOG 

Refractive index.1'469S at 18° 

Molecular refraction.47'67 


It yields a semi-carbazone melting at 95“ to 96“, and on reduction 
yields tetrahydro-artemisia ketone, CnHjeO, which yields a semi-carbazone 
melting at 134° to 135°. 

Oil of Grithmum Mauitimum. 

According to Del6pine and Belsunce,* the essential oils distilled from 
sea fennel (or sea samphire) grown in different parts of France, all con¬ 
tain the same chai-acteristic constituents, namely, crithmene, the methyl 
ether of thymol, and 5-6-dimethoxy-3-4-methylenedioxy-l-allylbenzene. 
In several samples p-cymene, d-pinene, and a paraffin hydrocarbon,melt¬ 
ing at 63°, were also detected. 

« 

Eupatorium Oils. 

Tbe essential oils from species of Eupatmkm have been examined by 
E. R Miller.'* 

.Eleven sample^ from the ’ entire leafy portion of the plant were 
distilled, and found to have the following characters;— 

* Proc. Boy. Soc. Vic., ii 1917, 2716. ' * Pharm.‘3o&, Japan, 1917, 424, 1. 

^BuU. Soc. Chim., (2S), 1918, !H. * Bull. Univ. WiBoonsin, 693, 
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The oil contains phellandrene, an olefinic tetpene (?), sabinene (?^, 
linalol, borneol, thymohydroquinone dimethyl gther, and traces of acetic 
esters. 

The oil from Eupainrium serotinum has the following characters :— 

Specific gravity at 25°.0'9076 

Optical rotation.. , , - 36*8® 

Refractive index.. 1*4990 at 24® 


Formosa Lkmon-obass Oin. 

According to Kafakn,' Formosa lemon-grass oil contains an olefinic 
terpene, which is probably myrcene, as it yields dihydromyreene on re¬ 
duction. It also contains an aldehyde in addition to citral. 

Oil op Piper Aduncum. 

The fruits of Piper Aduncim, known in Java as Daon Sisirihan, yields 


an essential oil having the following characters:— 

Specific gravity at 27°.0'856 

Optical rotation.+ 5" 40' 

Acid value.1*2 

Saponification value .... ... 8*4 

Acetyl value.48’7 


Oil op Leptospekmum Citbatum. 

According to Challinor, Gheel.dtnd Penfold,‘ this oil contains about 
90 per cent, of a mixture of citronellal and citral, together with traces of 
a phenol, and possibly aromadendrene. 

Oil op Monakda Fistuloba. 

This oil has recently been re-examined by E, R. Miller.* He shows 
the oil to contain the following constituents:— 

1. Carvacrol. 

2 . d-a-pinene. 

3. i-a-pinene. 

4. p-cymene. 

5. One or two terpenes in addition to pinene. 

6. M-butyric aldehyde. 

7. Iso-valeric aldehyde. 

8 . A third aldehyde, probably piperonal. 

9. Hydrothomoquinone. 

10. Thymoquinone. 

11. Dihydroxy thymoquinone. 

12. Dihydrocuminic alcohol. 

13. At least one other alcohol. 

14. Acetic acid. 

15. Butyric acid. 

16. Vatoric acid. 

17. Caproic acid. 

18. Basic substances. 

In the aqueous distillate ;— 

19. Acetone. 

20. Formaldehyde. 

' J. Chem. Ind., Tokyo, 20, 1917, 825. . 

* Jimr. I'roc. Hoy. Soc., W.S.W., 111. 175.. > •• 

‘'Univorsify of Wisconsin, Circular 4, October, jL918. 
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21. Methyl alcohol. 

22. Eormic acidl. 


23. Acetic acid 


in the free state. 


Oil op Ocimum Gkatissimum. 

A sample of this oil, distilled in the Seychelles'Islands,* was found to 
have the following characters :— 

Specific gravity.0'995 

Optical rotation .... .... - 14'1'’ 

B'efractivo index.I '526 

Its main constituent is eugenol. 

It therefore differs entirely from the oil distilled from £he same plant 
on the Ivory Coast, unless the species have, in one. case or the other, 
been erroneously described (see Vol. I, p. 254), where the plant is, by a 
misprint, described as Ocimum gralissimnn. 


.Iapanksb Pei’peumint Oil. ,, 

Walbaum has recently isolated a new constituent from this oil, namely, 
the phenylacetic ester of hexenol. an alcohol of the constitution 
CH(C 2 H 3 ) : CH . CHj. CHj . OH, and having the following char¬ 
acters ;— 

Specific gravity.O'SfiOS 

lioiling-point.to 157 

Refractive index.1'4803 

The ester itself, jirepared synthetically in a state of purity, has the 
following characters:— 

Bofling-point. to 800“ 

Specific gravity I’OOO 

Refractive index. ... 1'4981 


OfL OF Pycnanthemum Lanceolatum. 

E. 11. Miller “ has examined this oil, and summarises his results 
follows:— • 

The oil contains eai'vacrol, pulegone, geraniol, dipentene, and at least 
one other terpene, probably two; also a ketone other than pulegone, 
probably thujone. 

The oil obtained from young plants contains as great a carvacrol con¬ 
tent as does that from fully matured plants. 

On the contrary, the oil from young plants yields a much smaller 
percentage of ketone than does that of fully matured plants. However, 
after reaching a maximum the percentage of ketone diminishes as the age 
of the plant increases. 

The carvacrol content of the samples of oil examined varied from 14-0 ^ 
to 58 jSer cent., most of them having 25 per cent, or above. The carva- 
.orol content as reported by Correll vifas only 7'2 and 9 per cent. 

The percentage of ketone varies considerably, the lowest being 3 per 
cent, and the highest 40 per cent. , , . 

The terpene'^stimation fade on one sample showed a value of about 

20 per cent. 

■ BmK. 7*>^. last., xvi. I'90. .. t-,- 

® University of Wisconsin, Cttculat 2, April, 1918. 


[THE END.l 







